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AUTHOR'S PREFACE TO THE FIFTH EDITION. 


A NOVEL can be reprinted unchanged so long as there is a 
public to buy it; but even with an interval of only a few years 
between successive issues, each new edition of a text-book 
of chemistry needs not only a careful revision, but also the 
rewriting of some of its chapters. 

It has, therefore, been impossible to avoid making many 
alterations for this new edition. One of the chief features is 
the additional space allotted to the applications in organic 
chemistry of physico-chemical methods such as refraction, 
absorption, viscosity, and so on. The importance of these 
properties in organic chemical research is steadily increasing, 
and I think it necessary to mention them even in a short text- 
book of this description. 

When this book is read for the first time, the matter printed 
from small type should be omitted, as it contains numerous refer- 
ences to subsequent portions of the text. Such references are in 
great measure avoided in the part printed from large type. 

I am again indebted to Dr. JAMIESON WaLKeEr for the care 
bestowed by him on the revision, a task made difficult by the 
numerous alterations and extensive rearrangement. 


A. F. HOLLEMAN. 


АмвткврАМ, July, 1920. а 
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AUTHOR’S PREFACE TO THE FIRST EDITION. 


Most of the short text-books of Organic Chemistry contain a 
great number of isolated facts; the number of compounds described 
in them is so considerable as to confuse the beginner. Moreover, 
the theoretical grounds on which this division of the science is 
based are often kept in the background; for example, the proofs 
given of the constitutional formule frequently leave much to be 
desired. However useful these books may be for reference, they 
are often ill-suited for text-books, as many students have learned 
from their own experience. 

In this book I have endeavoured to keep the number of uncon- 
nected facts within as narrow limits as possible, and to give promi- 
nence to the theory underlying the subject. For this reason, a 
proof of the structure of most of the compounds is given. This was 
not possible for the higher substitution-products of the aromatic 
series, so that the methods of orientation employed in it are de- 
scribed in a special chapter. 

Physico-chemical theories, such as the laws of equilibrium, 
ionization, and others, are becoming more and more prominent in 
organic chemistry. I have attempted in many instances to show 
how useful they are in this branch of the science. Such important 
technical processes as the manufacture of alcohol, cane-sugar, etc., 
are also included. The book is essentially a text-book, and makes 
no claim to be a “‘ Beilstein ” in a very compressed form. 

I am deeply indebted to Dr. A. JAMIESON WALKER for the excel- 
lent way in which he has carried out the difficult task of translating 
this book from the original second Dutch edition into English. 
Lastly, it may be mentioned that it has also been translated into 
German, the second edition having just appeared, and that an 
Italian edition is in preparation. 

c A. F. HOLLEMAN. 

RONINGEN, NETSERLAyps, Nov. , 

| saber, 1902 iv 
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EDITOR’S PREFACE TO THE FIFTH EDITION. 


THE issue of the fifth edition has been retarded by difficulties 
of communication incidental to the great European War. In the 
mean time, the unprecedented demand has had to be met by re- 
printing the fourth edition. The text has now been subjected to 
the usual complete revision, and a considerable proportion of new 
matter has been incorporated. Many minor alterations have also 
been made. I have again to thank Professor HoLLEMAN for devot- 
ing much time and energy to this work. 

References in the text to “Inorganic Chemistry” allude to 
Professor HoLLEMAN's “Text-Book of Inorganic Chemistry,” 
edited by Dr. Hermon C. Cooper, and published by Messrs. 
Joun Witey & Sons, Inc. The “Laboratory Manual" referred 
to is Professor HoLuEMAN’s ‘Laboratory Manual of Organic 
Chemistry for Beginners,” published under my editorship by 
Messrs. JoHN WILEY & Sons, Inc. This work constitutes an 
appendix to the text-book, and should be employed as a guide 
to laboratory work prior to the sysvematic course of preparations 
essential to progress in the study of organic chemistry. 

I have pleasure in acknowledging my indebtedness to corre- 
spondents who have drawn my attention to errors in the text 
and to other points needing revision, and thus materially assisted 
me in preparing the manuscript for the press; and my obliga- 
tion to Messrs. Joun WILEY & Sons, INc., for the care bestowed 
by them on the preparation of the book for publication. 

A. JAMIESON WALKER. 
August, 1920. 
Y 
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ORGANIC CHEMISTRY. 


INTRODUCTION. 


x. Organic Chemistry is the Chemistry of the Carbon Com- 
pounds. The word ‘‘organic” has now lost its historic meaning, 
given it at a time—the beginning of last century—when it was 
thought that the substances which occur in organized nature, in 
the animal and vegetable kingdoms, could only be formed under 
the influence of a special, obscure force, called the vital force. 
Several unsuccessful attempts to prepare artificially such “or- 
ganic” substances promoted this belief. Until about the year 
1840, it was so general that BERzELIUS still thought that there 
was but little hope of ever discovering the cause of the difference 
between the behaviour of the elements in the mineral kingdom 
and in living bodies. Organic chemistry included the study of 
those compounds which occur in plants and animals, as well as of 
the more or less complicated decomposition-products which could 
be prepared from these compounds by various means. Among 
the latter many were known which were not found in nature, but 
it was thought impossible to build up a compound body from its 
decomposition-products, or to obtain an organic compound from 
its elements. 

In the year 1828, W6HLER had indeed obtained from inorganic 
sources the organic compound urea, a product of the animal 
econoiny. This discovery was at first regarded as of small im- 
portance, for it was thought that this substance occupied a position 
midway between organic and inorganic compounds. For a num- 
ber of years the synthesis of urea was in fact the only well-known 
example of the kind, such observations becoming more numerous 
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about the middle of the nineteenth century. At length the syn- 
thesis of many substances, including that of acetic acid by KoLBE 
and of the fats by BERTHELOT, strengthened the growing convic- 
tion that organic compounds are formed under the influence of the 
same forces as are inorganic, and that to this end no special force 
is necessary. 

The natural distinction between organic and inorganic chem- 
istry was thus destroyed, its place being taken by an artificial one. 
As it had been already noticed that all organic compounds contain 
carbon, the name “Organic Chemistry” was appropriated to the 
Chemistry of the Carbon Compounds. 

Through the numerous discoveries which were made in this 
- branch of the science, especially in Germany by LieBIG, WOÓHLER, 
and their pupils, and in France by Dumas, LAURENT, and GER- 
HARDT, organic chemistry acquired by degrees a totally different 
aspect, and the old division into groups of substances which had 
either the same origin, as in the case of vegetable chemistry or 
animal chemistry, or had single properties in common, as, for 
"example, the vegetable acids, the vegetable bases, and neutral 
vegetable bodies, vanished. Its place was taken by a more rational 
classification, which gradually developed into its present form, and 
is based on the mutual relationships found to exist between organic 
compounds. | 

2. Since no essential distinction between organic and inorganic 
chemistry now exists, and numerous syntheses have set at rest 
all doubt as to the theoretical possibility of building up from 
their elements even the most complicated carbon compounds, 
such as the proteins, the question may arise as to the reason 
for still treating the chemistry of the carbon compound; as a 
special part of the science. The answer to this question is two- 
fold. 

First, the enormous number of carbon compounds known, 
amounting to about one hundred and fifty thousand, the number 
of the compounds of all the other elements being only about 
twenty-five thousand. Second, the special nature of certain 
properties of the carbon compounds. These are either not found 
at all in the compounds of other elements, or at most in a much 
less marked degree: for example, many inorganic compounds 
can be exposed to high temperatures without undergoing any 
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chemical change, whereas the carbon compounds, almost with- 
out exception, are decomposed at a red heat. It follows that 
the latter are usually much less stable than the former towards 
chemical and physical reagents, and in consequence different 
methods are employed in the investigation of carbon compounds 
and of inorganic compounds. 

Another peculiarity is that numerous organic compounds con- 
tain the same elements in the same proportions, but differ from 
one another in properties. For example, one hundred. and 
thirty-five compounds of the formula C,)H,30.N have been 
discovered. This phenomenon is called isomerism, and is almost 
unknown in inorganic chemistry, a fact which necessitates an 
investigation of the cause to which it is due. 

Ali these reasons make it desirable to treat the carbon com- 
pounds in a special part of chemistry. 


QUALITATIVE AND QUANTITATIVE ANALYSIS. 


3. Investigation has shown that in most of the compounds 
of carbon there is only & very small number of elements. The 
chief of these are carbon, hydrogen, oxygen, and nitrogen. Halogen 
derivatives are less numerous, and substances containing sulphur 
or phosphorus occur still less frequently. Carbon compounds are 
also known in which other elements are found, but they are ex- 
ceedingly few in comparison with those which contain only the 
elements named above. Some elements do not occur in carbon 
compounds. 

In order to be able to determine the nature of a compound, it 
is first of all necessary to ascertain what elements it contains by 
submitting it to qualitative analysis. In the case of the carbon 
compounds, this is very simple in theory, the process being one of 
oxidation. 

On solution of an organic compound, the elements constituting 
it are usually not present as ions in the liquid. Oxidation, however, 
either converts them at once into ions, or into oxygen compounds 
with ionized groups, such as COs", SO,", and so on. They can 
then be identified by the ordinary inorganic reactions (Laboratory 
Manual," I, 1-5). 

Carbon is thus converted into carbon dioxide, which can be 
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detected by the lime-water test; sulphur and phosphorus are 
oxidized to sulphuric acid and phosphoric acid respectively; hydro- 
gen is oxidized to water; and nitrogen is evolved in the free state. 

If an organic compound contains a halogen, it is oxidized in 
presence of silver nitrate, the corresponding silver halide being 
formed. Other elements present are found, after аы їп 
the form of compounds easily identified. 

For analytical purposes, oxidation is carried out in different 
ways, according to the nature of the element suspected to be 
present. Copper oxide is generally used in testing for carbon, 
hydrogen, and nitrogen. The substance is mixed with it, and 
the mixture heated in a glass tube sealed at one end, the carbon 
and hydrogen being oxidized by the action of the oxygen of the 
copper oxide. Nitrogen is evolved in the free state, and can be 
recognized in exactly the same way as in the quantitative analysis 
of nitrogen (7). For the halogens, sulphur, phosphorus, etc., 
it is best to oxidize the substance under examination with con- 
centrated nitric acid. 

The method of oxidation is a general one for qualitative analy- 
sis: it can always be applied, and yields positive results. There 
are other methods which in many cases attain the desired end 
more quickly and easily, but as most of these are not of universal 
application, the failure of one of them to detect an element affords 
no certain indication of its absence. In doubtful instances the 
question must be decided by the oxidation-process. 

For example, the presence of carbon can frequently be de- 
tected by submitting the substance to dry distillation. Charring 
often takes place, or vapours are evolved which can be recognized 
as carbon compounds by their smell or other properties, such as 
their burning with a smoky flame on ignition. 

4. The nitrogen in many organic compounds can be converted 
into ammonia by heating them with soda-lime, or with concen- 
trated sulphuric acid. Another method very largely used in testing 
for this element was suggested by LAssAIGNE. It consists in heating 
the substance under examination with & small piece of sodium (or 
potassium) in a narrow tube sealed at one end. Should the com- 
pound contain nitrogen, sodium (or potassium) cyanide is formed, 
its presence being readily recognized by converting it into Prussian 
blue (“Laboratory Manual,” I, 3, a). 
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5. The halogens can be recognized by heating the substance 
with quicklime, the corresponding calcium halide being formed. 
A very delicate method of detecting them is to introduce a small 
quantity of the compound on a piece of copper oxide into a non- 
luminous flame. The corresponding copper halide is formed and 
volatilizes, imparting a magnificent green colour to the flame. 
These two methods are always applicable. 

Sulphur can often be detected by heating the compound with 
a small piece of sodium in a narrow ignition-tube. Sodium sul- 
'phide is produced, and can be detected by treating the reaction- 
mixture, placed on a clean silver coin, with water, when a black 
stain of silver sulphide is formed. Or, the reaction-mixture can 
be extracted with water, and sodium nitroprusside added: the 
solution acquires an intense violet colour. 

No qualitative reaction is known for detecting oxygen in an 
organic compound. This can only be effected by a quantitative 
analysis. 

6. Following on qualitative, must come quantitative, analysis; 
that is, the determination of the quantity of each element present 
in the compound. The methods used for qualitative analysis in 
inorganic chemistry are often very different from those employed 
in quantitative determinations: in organic chemistry the methods 
of qualitative and quantitative analysis are alike in principle, 
oxidation being employed in both. 

Carbon and hydrogen are always estimated together. The 
principle of the method of organic analysis chiefly used was worked 
out by L:EBIG (1803-1873). It is usually carried out as follows. 
In the combustion-furnace, k (Fig. 1), is & hard glass tube, ab, 
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open at both ends. A complete drawing of it is shown in the 
figure above the furnace. It contains granulated copper oxide, 
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ff, and a spiral of copper-gauze, c, oxidized by heating to redness 
in the air or in a stream of oxygen. About one-third of the length 
of the tube is left empty, and into this, after temporary removal 
of the copper spiral, a platinum or porcelain boat, d, containing a 
weighed quantity of the substance to be analyzed, is introduced. 
The end of the tube next the boat is connected with a drying 
apparatus, g, h, j, in which the air or oxygen is freed from water- 
vapour and carbon dioxide: g contains concentrated caustic potash, 
h soda-lime, and f calcium chloride. To the end of the tube 
furthest from the boat is attached a weighed calcium-chloride tube, 1, 
for the purpose of collecting the water produced by the combustion 
of the substance. The weighed 
potash-bulbs, m (shown enlarged in 
Fig. 2), are connected to this, and in 
them the carbon dioxide formed is 
absorbed by concentrated caustic 
potash. The gases enter the appara- 
tus by the tube b on the right, pass 
FiG. 2.— PoTABH-BULBS. through the three bulbs containing 
potash, and escape through the tube 
a, which is filled with soda-lime. As soon as all the joints of the 
apparatus are known to be gas-tight, the burners are lighted, except 
beneath the place where the boat is. When the tube is hot, the 
substance is burned by carefully heating this part of the tube, 
while at first a slow stream of air, and later a slow stream of oxy- 
gen, is led through the drying apparatus into the tube. The 
oxygen facilitates the combustion of the particles of carbon which 
have deposited, and the red-hot copper oxide serves to oxidize 
the gaseous decomposition-products completely to carbon dioxide 
and water. The increase in weight of the calcium-chloride tube 
and that of the potash-bulbs respectively give the quantity of water 
and carbon dioxide formed, from which the amount of hydrogen 
and carbon in the compound can be calculated. 
If the compound contains nitrogen or halogens, a freshly- 
reduced spiral of copper-gauze is placed at the end of the tube 
next the absorption-apparatus } and 7^ The hot copper decom- 





poses any nitrogen oxides fo which would otherwise be 
absorbed in the potash-bulbs; ;, ~’, combines with and retains 
the halogens. alg? 


— M — — 


uud Re see — 
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The foregoing is only intended to illustrate the principles on 
which the methods of organic analysis are based. The experimental 
details have often to be modified somewhat to suit special circum- 
stances. For example, substances which burn with great difficulty 
are mixed with lead chromate instead of copper oxide, the former 
being the more energetic oxidizing agent. When the compound con- 
tains sulphur, this substance is also used, the sulphur being con- 
verted, by heating in contact with the chromate, into lead sulphate, 
which is stable at red heat. If copper oxide is used, sulphur dioxide 
is formed and is absorbed in the potash-bulbs, thereby introducing 
an error into the carbon estimation. Another method of retaining 
sulphur dioxide consists in having a layer of lead dioxide, PbO,, at 
the end of the tube next to the absorption-apparatus. This layer 
is gently heated, and retains all the sulphur dioxide in the form of 
lead sulphate. Combustion tubes of silica are also employed, and 
are superior to glass in their power of resisting fracture. Contact of 
the copper oxide with the inner surface of the tube should be pre- 
vented by means of a layer of asbestos, to obviate the formation of 
copper silicate. 


In Dennstedt’s method copper oxide is not employed, but 
the combustion-tube contains platinized asbestos or a platinum 
plate to serve as a catalyst during the combustion in oxygen of 
the gaseous decomposition products. In recent years, methods 
of micro-elementary analysis requiring only a few milligrammes 
of substance have also been devised. 

7. Nitrogen is usually estimated by Dumas’s method. An 
apparatus similar to that employed in the estimation of carbon 
and hydrogen (Fig. 1) is used. The drying apparatus g, h, j, is 
replaced by a carbon-dioxid» KREUSSLER generator, to effect com- 
plete expulsion of the air from the tube before the combustion is 
begun. The absorption-apparatus /, m, is replaced by a delivery- 
tube opening under mercury. As soon as the air has been driven 
out of the apparatus, the front part of the tube, containing the 
copper-gauze and the granulated copper oxide, is heated. The 
combustion is then begun, and the evolved gases are collected in a 
graduated tube open at the bottom (measuring tube), the end 
of which dips into the mercury-bath. This tube is filled partly 
with mercury, and partly with concentrated caustic potash to 
absorb the carbon dioxide. The reduced copper-gauze has the 
effect of decomposing any nitrogen oxides formed. When the 
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combustion is over, all the nitrogen remaining in the tube is swept 
into the graduated tube by a stream of carbon dioxide from the 
KREUSSLER generator. The tube, along with the mercury, potash, 
and gas which it contains, is then placed in a wide cylinder filled 
with water. The mercury and potash are displaced by the water, 
and after the level of the liquid inside and outside the tube has 
been made to coincide, the number of cubic centimétres of nitrogen 
is read off. From this the amount of nitrogen in the compound 
is calculated. 

Nitrogen can often be estimated by a method discovered by 
KjkLpAHL and improved by WiLrARTH. It depends upon the 
fact that the nitrogen of many organic substances is wholly con- 
verted into ammonia by heating the compound for some time 
with concentrated sulphuric acid in presence of phosphoric oxide 
and a drop of mercury, the latter going into solution. Usually the 
mixture first turns black, owing to charring: after heating for 
one or two hours the liquid again becomes perfectly colourless. 
The carbon has then been fully oxidized by the oxygen of the 
sulphuric acid, which has been reduced to sulphurous acid. The 
process is facilitated by the mercury salt, which probably plays 
the part of an “ oxygen-carrier” between the sulphuric acid and 
the organic substance, being continually converted from the mer- 
curic to the mercurous state, and then back again by the boiling 
acid into the mercuric state. When the liquid has become colour- 
less, it is allowed to cool, diluted with water, excess of alkali added, 
and the ammonia distilled into a measured quantity of acid of 
known strength. Titration gives the quantity of ammonia, and 
hence the amount of nitrogen. This neat and simple method is 
usually not applicable to compounds containing oxygen linked 
to nitrogen. In such compounds the nitrogen is only partially 
converted into ammonia. 

8. The halogens can be estimated by the method either of 
Lresiac or of Carius. By the former, the substance is heated 
vith quicklime, and by the latter, at a high temperature with a 
small quantity of concentrated nitric acid and a crystal of silver 
nitrate in a sealed glass tube. This is carried out without risk 
in the tube-furnace (Fig. 3), in which the glass tubes are placed 
in wrought-iron cylinders with thick walls. 

Carius’s method can also be applied to the estimation of sul- 
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phur, phosphorus, and other elements. Non-volatile substances 
containing sulphur or phosphorus can also be oxidized by fusion 
with nitre. 

The estimation of halogens in solids can also be readily effected 
by oxidation with sodium peroxide, the final product being a chlo- 
rate, bromate, or iodate. On reduction with sulphurous acid, this 
is converted into a halide, which can be precipitated with silver 
nitrate in the usual manner. 


9. The results of a quantitative analysis are expressed in per- 
centage-numbers. If the total of these percentage-numbers is 
very nearly 100, then no other element is present in the compound; 
but if appreciably less than 100, there is another element present 
which has not been taken account of in the analysis, there being 
no convenient method for its estimation. This element is orygen. 
The percentage-amount of oxygen is therefore found by sub- 
tracting the total of the percentages of the other elements from 


\ 


| 
| 
| 





Fic. 3.—TUBE-FURNACE. 


100. This has the disadvantage that all experimental errors are 
included in the percentage-number of the oxygen. 
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Carbon-estimations are usually too low, owing to the loss of a 
small quantity of carbon dioxide through the various connections of 
the apparatus. Hydrogen-estimations are generally too high, be- 
cause copper oxide is hygroscopic, and can only be freed from traces 
of moisture with difficulty. These errors balance one another more 
or less, so that the want of accuracy in the oxygen-percentage is 
diminished. 


The method by which the percentage composition and formula 
of a substance are calculated from the results of analysis is best 
explained by an example. 


The analysis of a substance containing nitrogen yielded the fol- 
lowing numbers: 

0.2169 g. substance gave 0°5170 g. CO; and 0- 0685 g. HO. 

0-2218 g. substance gave 17-4 c.c. N, measured over water at 

6° C. and 762 mm. barometric pressure. 

Since there are 12 parts by weight of C in 44 parts by weight of 
CO;, and 2 parts by weight of H in 18 parts by weight of H,O, the 
number obtained for CO, must be multiplied by 14=+% to find the 
weight of C, and the number found for H;O by $&-5 to obtain the | 
weight of H. This calculation gives 65-0 per cent. of carbon and 
3-51 per cent. of hydrogen in the compound. 

The weight of the nitrogen is calculated as follows. Since it is 
saturated with water-vapour, the tension of this expressed in mm. 
of mercury must be subtracted from the barometric pressure in 
order to obtain the true pressure of the nitrogen. At 6° C. the 
tension of aqueous vapour is 7-0 mm. The actual pressure of the 
nitrogen is therefore 762 —7 — 755 mm. Since I c.c. of nitrogen at 
0? and 760 mm. weighs 1-2562 ang., at 755 mm. and 6? C. the weight 
of this volume expressed in milligrammes is 

1.2562 755 . 
г16х0-00367 760 - 1 221l. 

"Therefore the 17*4 c.c. of nitrogen obtained weigh 1°2211 X17°4= | 
21*247 mg., from which the percentage of nitrogen is found to be 9* 6. | 

The sum of these percentage-numbers is 78-1, so that the per- 
centage of oxygen in the substance analyzed is 21-9. The percentage- 
composition given by the analysis is therefore 








C 65-0 
H 3-5 
N 9.6 


O 21.9 м; | 
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On dividing these values by the numbers representing the atomic 
weights of the corresponding elements, there results 


C H N О 
5,4 3°5 0.7 1,4. 


.'These numbers divided by 0*7 give 


C ‚Н М О 
7:7 5,0 1-0 2°0. 


These numbers approximate very closely to those required by 
the formula C,H,O,N. The percentage-composition corresponding 
to this formula is 

C 65-3 H 3-4 N 9.5, 
which agrees well with the analysis. 


DETERMINATION OF MOLECULAR WEIGHT. 


zo. An analysis only gives the empirical formula of a com- 
pound, and not its molecular formula, because C,H,O, has the 
samme percentage-composition as\(C,H,O.)n. When the empirical 
formula has been ascertained analysis, the molecular weight 
has still to be determined. 

It cannot be decided by chemical means, although it is 
possible thus to obtain a minimum value for the molecular weight. 
For example, the empirical formula of benzene is CH. Benzene 
readily yields a compound, CgHgBr, which can be reduced again 
to benzene. It follows that the molecule of benzene must be 
represented by OgHeg at least. The molecular formula, however, 
could also be Cı2H12, or, in general, (CgHe),; the bromine com- 
pound would then have the formula (CeHsBr),. Assuming the 
formula to be Ci2Hie, that of the bromine compound would be 
CyzHipBre. It is evident that the formation of a compound of 
this formula would involve direct replacement of two hydrogen 
atoms by bromine, and experiments would be made for the pur- 
pose of obtaining C;3H;iBr. Should these not attain the desired 
result, the probability of the correctness of the simpler formula 
CeHsBr would be increased. This would not, however, be decisive, 
because the experimental conditions necessary to the formation 
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of the compound C;?2H;iBr might not have been attained. The 
chemical method only proves that the molecular formula of ben- 
zene cannot be smaller than CeHe, but does not prove whether 
it is a multiple of this or not. 

To ascertain the real molecular weight, physical methods 
must be employed. These involve the determination either of | 
the specific gravity of the compound in | 
the gaseous state, or of certain values | 
depending on the osmotic pressure of 
the substance in dilute solution. The | 
theory of these methods is fully explained 
in “Inorganic Chemistry,” 31-35 and | 
40-43. Here it will suffice to describe | 
the practical details of a molecular-weight | 
determination. 

In calculating the vapour-density (the | 
specific gravity of the substance in the 
gaseous state), four quantities—the weight | 
of substance converted into the gaseous | 
state, the volume of the resulting vapour, | 
the temperature at which the volume is 
measured, and the barometric pressure— 
must be known. 

II. Vapour-density is usually deter- 
mined by a me:hod suggested by Victor | 


— C-—— _ 


Meyer. The apparatus (Fig. 4) con- 
sists of a glass tube B with an internal 
diameter of about 4mm. This tube is 
closed at the top with a stopper, and 
underneath has a wider cylindrical por- 
tion of about 200 c.c. capacity, closed 
at the lower end. Near the top of the 
tube is sealed on a delivery-tube A for 
F e е the gas, which is collected over water in 
каша  . a graduated tube E. The apparatus is 
partly surrounded by & wide glass (or 

metal) jacket C. This contains g liquid boiling higher than the 
substance the vapour-density of whjch is being determined. This ‚ 
liquid is heated to bciling,scme of thc 2i in B being in consequence | 
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expelled. A point is soon reached at which no more air escapes 
from the delivery-tube, that in the wider part of the tube having 
a constant temperature, almost equal to that of the vapour of 
the boiling liquid. The graduated tube is then filled with water 
and placed over the open end of the delivery-tube A. After 
the stopper has been withdrawn, a weighed quantity of the sub- 
stance under examination enclosed in a small glass tube is 
dropped into the apparatus, and the stopper replaced, care 
being taken to make it air-tight. The substance vaporizes quickly 
in the heated wide portion of the tube. Its vapour expels air 
from the apparatus: the air is collected in the graduated tube, 
and its volume is equal to that of the vapour. While, however, 
the air in the hot part of the apparatus has the local temperature, 
in the graduated tube it acquires the temperature of the latter, and 
this must be considered in making the calculation. The experi- 
ment gives a volume equal to that which the weighed portion of 
the substance in the form of vapour would occupy, if it were 
possible to convert it into a gas at the ordinary temperature and 
under the barometric pressure. 

For ease of manipulation this method leaves nothing to be 
desired. It possesses, moreover, the great advantage over the 
other methods, that it'is not necessary to know the temperature 
to which the apparatus has been heated, this not being employed 
in the calculation. It is only necessary that the temperature 
should remain constant during the short time occupied by the 
experiment. 

The result is calculated thus. Suppose that g mg. of the sub- 
stance were weighed out, and yielded V c.c. of air, measured over 
water, with the level the same inside and outside the«ube: sup- 
pose further that the barometrie pressure were H, the tempera- 
ture £, and the tension of aqueous vapour b, then, at a pressure 
of H —b mm. and at і°, д mg. of the substance would occupy a 
volume of V c.c., so that under these conditions the unit of volume 


(1 c.c.) would contain 9 mg. of the substance. 


V 
One c.c. of oxygen at H—b mm. of pressure, and at (^, 
weighs in milligrammes 
1: 429 Xx —b 
14-0-003607t^^ 760’ 
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from which it follows that the vapour-density D referred to 


oxygen = 16 is 
_ ae 9. 1+0°00367t., 760 
_ D= 105X499 Hb 


The molecular weight M being twice the density, 


M =2D. 


12. Two other methods are often employed in the determina- 
tion of the molecular weights of organic compounds. They are 
based on the laws of osmotic pressure, and involve the determi- 
nation of the depression of the freezing-point or the elevation of 
the boiling-point of a dilute solution of the substance, referred 
to the freezing-point or boiling-point respectively of the pure 
solvent (“ Inorganic Chemistry,” 40-43). 

In practice, it is necessary to determine first the freezing-point 
of the solvent; for example, that of phenol. Then one gramme- 
molecule of a substance of known molecular weight is dissolved 
in a known weight—that is, in a known volume—of the solvent. 

lt lowers the freezing-point by a certain amount, which is 
always the same for the same solvent, no matter what the substance 
may be, provided that the volume of solution, containing one 
gramme-molecule, is the same. The depression of the freezing- 
point caused by a gramme-molecule is, therefore, a constant for 
tais solvent. If a one per cent. solution of a substance of unknown 
molecular weight M be made in phenol, and the depression (A) 
of the freezing-point of this determined, then 


° AM =Constant; 


because the depression of the freezing-point is, between certain 
limits, proportional to the concentration. 

lt is evident that this formula is equally applicable to the 
elevation of the boiling-point. Here M is the only unknown 
quantity, and can be calculated from this equation. 

The product AM is called the molecular depression of the 
freezing-point or the molecular elevation of the boiling-point of 
the solvent. 


Example.—Numerous determinations have proved that when 





^ 
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phenol is used as the solvent the molecular depression of its 
freezing-point is equal to 75. We have then for phenol 


AM =75. 
A solution of 2-75 per cent. concentration was prepared by dis- 


solving 0-3943 g. of a substance of empirical formula C,H,ON, in 
14-34 g. of phenol. The depression of this solution was 0-712°. For 





& one per cent. solution the depression would have been T = 
0-258, therefore A = 0-258. It follows that the molecular weight is 
_75 _ 291 
0-258 . 


Since C,H,ON, corresponds with the molecular weight 135, and 
C,,H,,0,N, to 270, the latter comes nearest to the molecular weight 
found, so that twice the empirical formula must be assigned to the 
compound. 


The laws of osmotic pressure only hold when the solutions are 


very dilute. This is also true of the equation AM =Const., since 
it.is derived from these laws. 


It is not strictly correct to determine A by means of a solu- 


tion of finite concentration, as is done in the example given. 


To determine M accurately, the value of A should be derived 


from a solution of infinite dilution; but as this is not possible, 


LOWERING OF FREEZING-POINTS 





ЕҮКМАМ has described the following 
graphic method of determining A for 
-such a solution. A is determined for 
three or four concentrations, and the 
values obtained are represented graphic- 
ally as in Fig. 5, in which the values 
of A are the ordinates, and those of 
the percentage-strengths of the solu- 
tions are the abscisse. EyYKMAN states 


Fig. 5.—EvkMAN's GRAPHIO that very often the line drawn through 


Метнор. the tops of the ordinates is very nearly 


straight. If it is produced till it cuts the ordinate OA, OP» gives 
the value of A for infinite dilution. 


I3. The constants for the molecular depression of the freez- 


ing-point of a number of solvents are given in the following 
table: 
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Molecular Depression. 
Solvent. Melting-point. 
Observed. Calculated. 

М абе. аах 0° 19 18.9 
Acetic засід... ................. 16.5° 39 `_ 38-8 
Вепзепе. ...................... 6° 53 53 
М№іќёгобепғепе. . .. .............. 5° 70 69-5 
РҺепо!........................ 39.6° 75 77 
Naphthalene................... 80° 69 69-4 
Огеһапе...................... 48.7° 51-4 — 
Stearic acid. ................... 53? 45 — 
p-Toluidine. ................... 42.59 52.4 = 





The last five solvents are very useful, and are better than 
glacial acetic acid, which is still often employed, because they are 
not hygroscopic. Moreover, they melt above the ordinary tem- 
perature, so that a cooling agent is unnecessary, and their con- 
stants are high. 

The following table shows that the molecular elevations of the 
boiling-point are usually smaller than the molecular depressions of 
the freezing-point. 





Molecular Elevation. 


Solvent. Boiling-point. 
ү, АР УННЕР ERRARE Ya RS 100° 
Ether. e su CLER РОР Eas 35.0? 
Ethyl alcohol.. ................ 78.0? 
DISeDB. ooo uei e eS ea 80.4? 
СћҺогоѓогт. . .................. 61.0° 
А сеѓёопе....................... 56.3? 








The numbers in the last column of the tables are cal- 
culated from van ’t Horr’s formula 


_ 0-02 x T? 
K= W ^ 
K being the molecular depression or elevation, T' the freez- 
ing-point or boiling-point on the absolute scale, and W the 





— P. oe. nee m c o 
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latent heat of fusion or of evaporation per kilogramme of the 
solvent. 

I4. EYKMAN has constructed convenient apparatuses for the 
determination of the depression of the freezing-point and the 
elevation of the boiling-point. The first (Fig. 6) comprises a small 
thermometer divided into twentieths cf a degree with ao small 
flask attached as shown in the figure, this being contained in a 
glass cylinder: it is held at the top by a stopper, and supported 
underneath by cotton-wool. The latter has the effect of making 





Fic. 6.—EvkMAN's Fie. 7.—EyYxKMan’s Воплмс- 
DEPRESSIMETER. POINT APPARATUS. 


the cooling take place slowly. Being a poor conductor of heat, 
the cotton-wool retards cooling. A weighed quantity of the solvent 
is placed in the flask, and its freezing-point determined. Then 
a known weight of the substance is introduced, and the freezing- 
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point again observed. From the depression of the freezing-point 
thus obtained A can be calculated as in the example given (12). 

15. EvkMaN's apparatus (Fig. 7) for determining the eleva- 
tion of the boiling-point comprises a thermometer, and two glass 
vessels, A and B. The tube A is about 40 em. long and 4 ст. 
wide, and serves both as a heating jacket for the pure solvent, 
and as an air-condenser. Into B, which is only a few millimétres 
narrower than A, there is fused the boiling-tube C, with a narrow 
side-tube D. С is suspended from the clamp K by a platinum wire. 
P, twisted round its neck, and can be raised or lowered at will. 
The thermometer-scale is divided into tenths of a degree, the 
graduations being about one millimétre apart, so that with the 
aid of a lens it is possible to read to one-hundredth of a degree. 
Besides giving the boiling-point, the graduated scale of the ther- 
mometer also serves to indicate the volume of solution contained 
in C. For this purpose the vessel C with the thermometer placed 
in it must be calibrated by a gravimetric or volumetric method. 

When using the apparatus the solvent is introduced into C 
until the level of the liquid has risen to that of the first gradu- 
ation on the thermometer-scale, from 5 to 10 c.c. being needed. 
About 40 or 50 c.c. of the solvent are poured into the jacket A, 
and the apparatus heated with & micro-burner, using a large flame 
at first. When ebullition has begun, the size of the flame is re- 
duced so that the vapour is completely condensed in the tube A 
at a height shown in the figure by the letters A or E. 

When the liquid has boiled at a constant temperature for a short 
time, the height of the mercury is noted, and the clamp raised so 
that the open end of the boiling-tube C is some centimétres above 
the top of the jacket A. A weighed quantity—1-2 milligramme- 
molecules—of the substance under investigation is then introduced 
into C from a tared weighing-tube, and C gently lowered to its 
former position in the jacket. While the weighing-tube is being 
weighed to ascertain how much substance has been added, the 
boiling-point of the solvent will have become constant. This is 
noted, the boiling-tube C again raised by the aid of the clamp A, 
and the volume accurately determined by reading with a lens the 
height of the solution-meniscus on the thermometer-scale. 

A second determination is made with a solution of greater 
concentration by introducing a further quantity of the substance 
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from the weighing-tube, and repeating the series of operations just 
described. Since very little more time is needed for each operation 
than is required to tare the weighing-tube and its contents, a series 
of determinations at different concentrations can be quickly made; 
and the results plotted on squared paper. From the curve thus 
obtained the value of A for infinite dilution can be readily cal- 
culated (12). 


THE ELEMENT CARBON. 


16. Carbon occurs in three allotropic forms: diamond, graphite, 
and amorphous carbon. For a description of these the reader is 
referred to ‘Inorganic Chemistry," 176-179, which also treats of 
the compounds of carbon with metalloids and metals, as well as 
with the determination of its atomic and molecular weights. The 
evidence in favour of the assumption that the molecule of carbon 
contains a great number of atoms is there set forth. 

Confirmation of this view is afforded by a consideration of the 
relation subsisting between the boiling-points of the compounds 
of carbon and of hydrogen. If these be denoted by the general 
formula CyH2,_,, then, even when n and p are both large num- 
bers, the boiling-points of these substances are relatively low, and 
rise with the increase of both n and p. For carbon itself, 2n = p, 
and, on account of the extraordinary non-volatility of this sub- 
stance, the value of n must be very great. 

The subject of valency is explained in “ Inorganic Chem- 
istry,” 76. With univalent elements carbon forms compounds 
of the type CX4. Jt 1s therefore quadrivalent, and it is on this 
foundation that the whole superstructure of organic chemistry 
rests. 


LABORATORY-METHODS. 


17. To prevent repetition, it is desirable, before proceeding 
with a description of the organic compounds, to give a short account 
of the most important operations used in their preparation and 
investigation. 

Heating Substances Together.—This process is very often used 
to induce reaction between bodies, since the velocity of reac- 
tions increases largely with rise of temperature (“Inorganic 
Chemistry,” Із and r04). Details vary according to the tem- 
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perature to be attained. If this is considerably below the boil- 
ing-point of the most volatile compound, they are simply 
mixed together in a flask fitted with & thermometer, as in Fig. 8. 
The flask is immersed in an 
air-bath formed of a vertical 
iron cylinder closed at the 
lower end, a piece of stove- 
pipe being very suitable. The 
upper end is closed with a 
sheet of asbestos mill-board, 
with an opening for the neck 
of the flask. Should, how- 
ever, the boiling-point of one 
of the substances be reached 
or overstepped, the flask 
must be connected with a 
condenser, as in Fig. 9. The 
invention of this form of con- 
densing apparatus is usually 





Fic. 8.— HEATING F pass LASE 
IG. е ==, 
SUBSTANCES IN АМ a = 
OPEN FLASK. CONDENSER. 


attributed to Lresic, although it was first constructed by WEIGEL 
in 1771. It consists of a glass tube aa, enclosed in a jacket b of 
glass or metal, through which a stream of cold water can pass. For 
substances of high boiling-point a plain vertical glass tube may 
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be substituted: it is called an “‘air-condenser,’’ being sufficiently 
cooled by the air alone. The effect of the condenser is evident: 
the boiling liquid is condensed in it and drops back into the flask. 





Fra. 10.—DIsTILLATION-APPARATUS. 


When substances have to be heated above their boiling-points, 
they are placed in a thick-walled glass tube sealed at one end: 
this is then sealed at the other, and heated in a tube-furnace 


(9, Fig. 3). 


18. Distillation.—The apparatus shown in Fig. 10 may be used, 





Fia@. 11.—FRACTIONATING- FLASK. 


but if the liquid to be distilled 
is of such a nature that it would 
become contaminated by the 
action of its vapour on the cork 
or rubber stopper shown in the 
figure, a distilling-flask (Fig. 11) 
is substituted, and, if its neck 
is sufficiently loag, contact of the 
vapour with the stopper during 
distillation is prevented. 

At the ordinary pressure 
many substances decompose on 
heating to their boiling-points, 
but distil unchanged under di- 
minished pressure, because the 
boiling-point is then much lower. 


The apparatus shown in Fig. 12 can be used for vacuum-dis- 


tillation. 
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The liquid to be distilled is placed in d. A glass tube e, drawn 
out to a very fine point, dips into the liquid, and a thermometer 
is placed in it. As soon as the apparatus has been made vacuous 
by the water-pump w, a stream of small bubbles of air escapes 
from the fine point of the tube e, and serves to prevent the violent 
“bumping” which otherwise occurs when liquids are boiled under 
diminished pressure. This bumping, caused by the sudden and 
intermittent formation of vapour, sometimes causes boiling over, 
or fracture of the flask. The receiver b is kept cool by a stream 
of water from c. m is a mercury manometer: a is à two-way 





Fic. 12.—DISTILLATION IN VACUUM. 


stop-cock which permits access of air to the apparatus after the 
distillation, and also serves to cut off the connection between the 
air-pump and the rest of the apparatus when the pump “‘strikes 
back "; that is, when the water rises through the tube s into the 
apparatus. 

I9. Theseparation of a mixture of volatile substances is effected 
by fractional distillation. If a mixture of two liquids, boiling, for 
example, at 100° and at 130°, is distilled, more of that boiling at 
100° distils over at the beginning, and more of that boiling at 130° 
at the end, of the operation. If the distillate passing over below 
110° is collected separately in one fraction, and similarly that 
between 120° and 130°, a rough separation is effected, while the 
middle fraction still consists of a mixture. To make the separa- 
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tion as complete as possible, the fraction 100°-110° is returned 
to the fractionation-flask and distilled till the thermometer reaches 
110°, the fraction 110°-120° then mixed with the residue in the 
fractionation-flask, and the ‘distillation then continued till the 
thermometer again stands at 110°. The receiver is changed, and 
the distillation renewed till the thermometer reaches 120°. The 
fraction 120°-130° is then added to the liquid in the distillation- 
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Fig. 13.—FRACTIONATING-COLUMNS. 


flask, and the distillate collected in the same receiver, until the ther- ' 
mometer again indicates 120°. The portion distilling subse- 
quently is collected separately. By several repetitions of this process 
it is possible often to effect an almost complete separation, it being 
usually advantageous to collect the fractions between narrower 
limits of temperature, and thus to increase their number. 

20. The separation is much facilitated by using a fractionating- 
column (Fig. 13) connected to the neck of the boiling-flask; 
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the vapour of the least volatile constituents of the mixture is to 
a large extent condensed in the column. The stream of vapour 
from the distillation-flask heats the liquid in the fractionating- 
column, the effect being to vaporize its more volatile part, and 
simultaneously to condense the higher-boiling constituent of the 
vapour issuing from the flask. 


21. A change in the composition of most liquid mixtures does 
not occasion a proportional alteration in their properties, like that 
expressed in the annexed graphic representation (Fig. 14) by a straight 
line AB. The abscisse correspond with the molecular-percentage 
composition of the mixtures: the points A and B on the ordinates 
give the values of such physical constants as vapour-tension, boiling- 
point, specific gravity, etc., for the pure substances A and B, and 
the line AB the values of these constants for mixtures. The 
curve thus obtained usually varies more or less from a straight 
line. 

The boiling-points of mixtures will be lower (line c) or higher 
(line b) than those calculated by the proportion-rule. Sometimes, 
these boiling-point curves will depart so much from the straight 
line as to show such maxima and minima as the curves a and d. 
Complete separation of such mixtures by fractional distillation at 
constant pressure is impossible, but is feasible when the boiling- 
point curves follow the course indicated by b or c. The most 
volatile, or lowest boiling, constituent of & mixture always distils 
first, so that the vapour is richer in A and the residual liquid in B. 
If the pure constituents A and B are more, or less, volatile than 
any mixture of the two, as represented by the boiling-point curves 
b and c, continued fractional distillation must lead to an approxi- 
mately complete separation of A and B. But if the boiling-point 
curve has a maximum or minimum, the mixtures corresponding 
with it will consist of the most, or least, volatile constituents. On 
distillation, a fraction with this highest, or lowest, boiling-point will 
always be obtained, and at constant pressure further separation 
will be impossible. 

Comprehension of this phenomenon will be facilitated by con- 
sidering a boiling-point curve 6 without a maximum or minimum 
(Fig. 15). Since the most volatile portion of any mixture always 
volatilizes first, the vapour evolved from a boiling liquid always 
contains more of A than the liquid itself. When the composition 
of the mixture is b, that of the liquid will beb. The vapour-tension 
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curve Ab'B throughout the complete trajectory AB lies higher 
than the boiling-point curve. 

If the boiling-point curve has a maximum b (Fig. 16), along the 
trajectory Ab the vapour will be richer in A than the liquid from 
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Fic. 16. 
TFBRACTIONAL-DISTILLATION CURVES. 


which it is evolved: along the trajectory bB the vapour will contain 
more of B than the liquid, since B is now the most volatile, or 
lowest boiling, constituent. It follows that at the maximum b 
the vapour must have exactly the same composition as the liquid; 
that is, the mixture with maximum boiling-point distils at a constant 
temperature as though it were a single substance. For a mixture 
of liquids with a minimum boiling-point analogous results are 
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obtained, so that in the graphic representation the vapour-tension 
curve must be tangential to the boiling-point curve, and touch it 
at the minimum-point. 

The separation of & mixture of liquids by fractionation is also 
impossible when the boiling-points of its constituents are close 
together, because the essential characteristic of the whole method 
consists in the unequal volatility of the portions composing the 
mixture, resulting in the distillation of one substance before the 
other. If, however, the substances have nearly the same boiling- 
point, then both attain a vapour-tension of one atmosphere at al- 
most the same temperature; in other words, they are almost equally 
volatile. With these conditions it is therefore impossible to apply 
the method successfully. 


22. Steam-distillation. — In the preparation of many organic 
substances & crude reaction-product is often obtained containing 
tarry matter along with the required compound. To free the 
substance from this, use is often very advantageously made of the 
property possessed by many substances of distilling in a current 
of steam, the tarry matter remaining behind. Fig. 17 shows the 
apparatus employed in such a distillation. 

Water is boiled in the can a, fitted with a delivery-tube c and 
a safety-tube b, the evolved steam being passed into the bottom 
of the distillation-flask d. If the distillation is interrupted, cooling 
causes diminished pressure in a, air being then able to enter the 
tube b. If b were not used, the liquid in d would flow back into 
a, owing to the fall in the steam-pressure. 

Steam-distillation is also of service in separating compounds 
volatile with steam from others not volatile. With substances in- 
soluble in water, the distillate is a milky liquid, because the water 
in the receiver is mixed with fine, oily drops. There is also an oily 
layer above or below the water. 


In steam-distillations two liquids take part—water and the sub- 
stance to be distilled. Usually these liquids are not miscible in all 
proportions. In the limiting case, when each liquid is wholly insoluble 
in the other, the vapour-pressure of each is unaffected by the presence 
of the other. At the boiling-point of the mixture, the sum of the 
vapour-pressures of the two constituents must be equal to the baro- 
metric pressure, since the liquid is boiling. The boiling-point must 
be lower than that at ordinary pressure of the lower-boiling of the two 
substances, because the partial pressure is necessarily smaller than 
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the total pressure, which is equal to that of the atmosphere. The 
same result is therefore attained as by distillation at diminished 
pressure; that is, the volatilization of the substance at a tem- 
perature lower than its boiling-point under ordinary pressure. 
Whether a substance distils quickly or slowly with steam de- 
pends on its partial pressure and on its vapour-density, together with 
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the values of these physical constants for water. If the pressures 
are p: and p», and the vapour-densities d, and d;, the quantities dis- 
tilling simultaneously are p.d, (substance) and p.d, (water). If the 
ratio p,d, : pd, is large, the substance distils with a small quantity of 
water, the distillation being quickly completed. The reverse takes 
place when the ratio p,d, : p2d, is small. 

At a pressure of 760 mm. a mixture of nitrobenzene and water 
boils at 99°. The steam exerts a pressure of 733 mm., so that 
the tension of the nitrobenzene-vapour is 27 mm. Since the vapour- 
densities of water and nitrobenzene are in the ratio of their 
respective molecular weights, 18 and 123, the proportion of water 
to nitrobenzene in the distillate should be as 733 X18 : 27 X123; 
that is, approximately as 4 : 1. Notwithstanding its small vapour- 
tension at the boiling-point of the mixture, the quantity of nitro- 
benzene which passes over is about one-fifth of the total distillate, 
the rapid volatilization of the nitrobenzene being due to the fact 
that it has & large, and water a small, molecular weight. Even 
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when an organic compound under similar conditions has a vapour- 
tension of only 10 mm., it distils with steam sufficiently rapidly 
to render the method applicable to its purification. 
23. Separation of Two Immiscible Liquids.—For this purpose, 
a separating-junnel (Fig. 18) is employed: the method can be 
inferred from the drawing without further explanation. 
It is also applied to the extraction of aqueous solu- 
tions of substances soluble in a volatile liquid im- 
miscible with water, such as ether, light petroleum, 
chloroform, carbon disulphide. The solution is trans- 
ferred to a separating-funnel; ether, if that solvent 
is selected, is added; and after the mouth of the 
funnel has been closed by a glass stopper, the two 
liquids are mixed together by vigorous shaking, 
whereupon the substance dissolved in the water 
passes partly into the ether. The ethereal solution 
is allowed to rise to the surface, and separated from 
| the water by opening the stop-cock after removal 
мос сна of the stopper. The water dissolved by the ether 
NEL, during the shaking is removed by chloride of cal- 
cium, or some other drying agent, and finally the ether is distilled 
off. When the dissolved substance is only slightly soluble in 
water, and easily soluble in ether, the extraction is completed 
quickly: it is then possible to exhaust the aqueous solution almost 
completely by several repetitions of the process, using fresh ether 
for each extraction. Otherwise, the shaking must be repeatedly 
carried out, and even then the extraction is imperfect. 





When two immiscible solvents are simultaneously in contact with 
a substance soluble in both, the latter distributes itself so that the 
ratio of the concentrations reached in both solvents is constant 
(law of BerTHELot). If a quantity X, of the substance is dis- 
solved in a quantity l of the first solvent (water), and this solution 
extracted with a quantity m of the second solvent (ether), there will 
then remain a quantity X. in the first solution, so that X, — X, has 
passed into the second solvent. 
~ The value of the quantity X; is, in accordance with the above 
law, given by the equation 


Xi; e X3 Kl 
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Хх, X,—2Xi 


for T and —~—— are the two concentrations after agitation with 
m 


the ies and K is the number expressing the constant ratio, or 


the coefficient of distribution. 
A second extraction with the same quantity m of the second 
solvent gives 
X „X-X, 
l т ’ 


or, substituting the value of X, from the first equation, 


Kl M 
Х,-Х, (= Tx): 


and for the nth extraction, 


Kl Y* 
Xa- -x,(— K) 


Thus Xa, the quantity remaining in the first solvent (water), 
diminishes as n increases, and‘as m and K are respectively greater 
and less. Complete extraction is impossible, because although 





t x can approach zero very closely, it can never become 


equal to it. 

Examples will facilitate comprehension of this formula. Sup 
pose the problem is to determine how often 1000 c.c. of an aqueous 
solution of benzoic acid must be extracted with 200 c.c. of ether to 
remove all the benzoic acid from the solution. In this instance 
l =1000 c.c., and m =200 c.c. By experiment K is found to have 
approximately the value #5; that is, if the concentration of the 
benzoic acid in the ethereal solution is represented by 80, that in 
the aqueous solution is expressed by 1. On substituting these 
values for l, m, and K respectively, the formula becomes 


Хх К  100x& 1 

X, m-Kl 200-1000X53& 17 
which means that a single extraction with 200 c.c. of ether leaves yy 
of the benzoic acid in the aqueous solution. After three extrac- 





Ii" Е 
tions with 200 c.c. of ether, there remains only (= >) = 4913 of the 


acid, so that the extraction of the acid is practically complete. 
For succinic acid K=6. А single extraction of 1000 c.c. of an 
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aqueous solution of this acid with 200 c.c. of ether leaves 

. 6000 | 
200--6000 31 
extraction is necessary to remove all the succinic acid from the 
aqueous solution. 

Several agitations with small proportions 
of the solvent effect a more complete separa- 
tion than that attained by employing the 
whole quantity for a single operation. An 
example will make this fact clear. 

An aqueous solution of a substance is 
extracted with benzene, the coefficient of 
distribution being 4. When one litre cf the 
solution is agitated with a like volume of 
benzene in one operation, the proportion re- 
maining in the water of E original quantity 
of material dissolved is i =}. On carry- 
ing out the extraction in two stages, half a 

— litre of benzene being employed for each, the 

Fio. 19.—FiureniNG- proportion of substance remaining dissolved 
mme in the water after the first agitation is 
— — —1, and after the second 4x4=}. Since the same volume 





} 
+++ 
of benzene was employed in both instances, it follows that extrac- 
tion in two stages gives a better separation than a single extraction. 
By employing the differential calculus, it can be proved to be 
theoretically best to extract an infinite number of times with 
infinitely small proportions of benzene. 


Separation of Solids and Liquids.—This is effected by filtra- 
tion, à process materially accelerated by attaching the funnel 
with a rubber stopper to a flask a (Fig. 19). connected through 
b to & water air-pump. To prevent rupture of the point of the 
filter-paper, it must be supported by a hollow platinum cone c. 

24. Separation of Solids from one Another.—This process de- 
perds on difference in solubility. For a soluble and an insoluble 
substance the operation is very simple. If both substances are 
soluble, the method of fractional crystallization must be used. 
The mixture is dissolved in the minimum quantity of a boiling 
liquid: on cooling the solution the less soluble substance crystallizes 
first. The mother-liquor is poured off just as crystals of the second 


sn of the acid still dissolved in the water. Repeated ` 
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body begin to separate, and the second compound crystallized either 
" by further cooling or by concentrating the liquid by evaporation. 
Several repetitions of these processes are essential to the separa- 
tion. Even when the pure compounds have very different solu- 
bilities, the method is not free from difficulty, because the solu- 
bility of one substance may be very considerably modified by the 
presence of another. Water, alcohol, ether, glacial acetic acid, 
benzene, and other substances are employed as solvents. 

25. From the foregoing it is seen that solil substances are 
usually purified by crystallization, and liquids by distillation. It 
is an indication of purity when the physical constants remain un- 
changed after the substance has been purified anew. Although 
every physical constant could serve this purpose, the melting- 
point and the boiling-point are those most used, because they are 
easily determined, and slight impurities exercise a very material 
influence upon them. They also often afford a means of identify- 
ing substances. If a compound has been ob- 
tained by some process and is supposed to be 
one already known, it is strong evidence in 
favour of the supposition if the melting-point 
and boiling-point of the substance coincide 
with those of the compound with which it is 
supposed to be identical. For this reason 
determinations of melting-points and boiling- 
points are very often carried out. 


The best method of ascertaining whether 
two substances are identical is to mix them in 
approximately equal proportions and determine 
the melting-point of the mixture. When iden- 
tity exists, the melting-point of the mixture will 
coincide with that of the two individual sub- pia. 90... TmigLE's 
stances; when it docs not, the mixture melts MELTING - POINT 
at a much lower temperature, which is not ^ APPARATUS. 
sharply defined. | 





THIELE has devised à very convenient apparatus for deter- 
mining the melting-point (Fig. 20). A small quantity of the 
substance is placed in a thin-walled capillary tube sealed at one 
end. This tube is attached to a thermometer, T, with its bulb 
dipping into a liquid of high boiling-point, such as concentrated 
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sulphuric acid, olive oil, or liquid paraffin (31), the viscosity 
causing the tube to adhere to the thermometer. The liquid is 
contained in the apparatus ABC. Heating with a small flame 
at B induces circulation of the liquid, ensuring uniform heat- 
ing of the thermometer and capillary tube. When the sub- 
stance fuses, the thermometer is read. 

The boiling-point is determined by heating the liquid to boil- 
ing in a fractionation-flask with a high side-tube. Short ther- 
mometers are used, so that the whole of the mercury column is 
surrounded by the vapour of the boiling liquid. To avoid in- 
conveniently small graduations, these thermometers are. con- 
structed so that they can only be employed for a comparatively 
small range of temperature, six or seven different instruments 
being used for temperatures between 0° and 360°. These: are 
called “ abbreviated ’’ thermometers. 


26. Sometimes physical constants other than the melting-points 
and boiling-points are determined in the investigation of organic 
compounds. 1. The specific gravity can be de- 
termined with the pyknometer, the most useful 
form of which is shown in Fig. 21. It consists 
of two thick-walled capillaries a and b, termi- 
nating in a wider tube c. The parts a and b are 
furnished with a millimetre-scale. The capacity 
of the apparatus is first determined, as well as 
that of the space between two divisions, by 
filling it sevcral times up to different divisions 

Fic. 21.—Pyk- With water of known temperature, and then 

NOMETER. weighing. The liquid under investigation is then 

placed in the apparatus, and this is weighed 

after the positions of the menisci in the capillaries have been 

observed; from the data thus obtained the specific gravity can be 
calculated. 

The coefficient of expansion of organic liquids is almost always 
much greater than that of water at ordinary temperatures, and 
the densities of these substances are greatly influenced by change 
of temperature. As a rule, there is an alteration of one unit in 
the third decimal place for each degree of temperature alteration. 

As indicated by Mendeléeff, the specific gravity or density of such 
liquids at different temperatures can be expressed by the formula 


D,- ро —Kt), 


b a 
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Do being the density at 0°, D, that at t°, and K a constant de- 
pendent on the nature of the liquid. 

- The number derived by division of the molecular weight by 
the density is termed the molecular volume. 

2. The rotation of the plane of polarization is another constant of 
importance. 

Some substances, such as turpentine, a solution of sugar, etc. 
have the property of rotating out of its original position the plane 
of a ray of polarized light passing through them. This phenomenon 
is called the rotation of the plane of polarization, and substances pos- 
sessing this property are said to be optically active. Polarimeters 
have been constructed for measuring the angle through which the 
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Fic. 22.—LAURENT'8 POLARIMETER. 





plane of polarization has been rotated by an optically active sub- 
. stance: of these LAuRENT’s (Fig. 22) is one of the best known. The 
yellow sodium-light of the burner T'T' is polarized in the part of the 
apparatus marked BD, and then passes through a tube of known 
length (200-500 mm.) placed in the channel L. This tube contains 
the liquid or solution under examination. The part OC of the appa- 
ratus serves to measure the rotation of the plane of polarization. 
The extent to which the plane of polarization is rotated is pro- 
portional to the length of the tube, and is variously expressed. The 
rotation of a substance can be stated, for example, in terms of 
the effect produced by a given length of the tube described. The 
angle of rotation is read off directly from the instrument, and is 
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usually denoted by a. By convention, the specific rotary power is 
defined as the quotient obtained by dividing a by the product of 
the length of the tube into the specific gravity of the liquid. ° This 
value is denoted by [a] so that 


[e] =; 


where 1 is the length of the tube, and d the specific gravity of the 
liquid. Under these conditions, [a] expresses the rotatory power of 
a substance per unit length of the tube (1 decimètre), and for unit 
weight of the substance divided into the unit of volume. 

The extent of the rotation is dependent on the colour of the 
light, on the temperature, and for solutions on the nature of the 
solvent. The measurement is often carried out with sodium-light, 
which gives a yellow line in the spectroscope, denoted by D. This 
is expressed by the symbol [al]p. 

When the rotatory power of a substance is small, or when, on 
account of its slight solubility, it can only be obtained in dilute 
solution, the rotation can often be increased by adding a solution 
of boric acid, molybdic acid, uranium salts, or other substances. 
These bodies combine with the organic substances to form com- 
pounds of much higher rotatory power. 

The determination of the refractive power or refraction of liquid 
compounds is of great importance in organic research. A descrip- 
tion of the apparatus employed is given in text-books of physics. 
The index of refraction, n, depends on the colour of the light em- 
ployed, and is generally determined for the three principal lines of 
the hydrogen spectrum, for the yellow sodium line, or for five of 
the more brilliant lines of the helium spectrum. The difference in 
refraction for the various colours is called dispersion, and also finds 
application in organic investigation. 

The refraction also depends on the temperature, and therefore on 
the specific gravity of the liquid. On theoretical grounds, LORENTZ, 
of Leyden, and Lorenz, of Copenhagen, consider the expression 


n? — 11 
+24 





to be independent of the temperature, d representing the density. 
Within narrow limits of temperature, their view is supported by 
numerous experimental determinations. An empirical formula sug- 
n?—1 1 
n4-0-4'd' 
temperature of more than 100°, and furnishes a much better expres- 


gesied by EYKMAN, remains constant over a range of 
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sion of the independence of temperature. The product of these ex- 
pressions by the molecular weight M, 


+2 4 »+ 0.4 d’ 
Lorents's formula Eykman's formula 


is called the molecular refraction. Reference will be made sub- 
sequently to the great importance of this constant. 
The molecular electric conductivity is considered in 87. 


CLASSIFICATION OF ORGANIC COMPOUNDS. 


27. The organic compounds are usually classed in two main 
divisions. One of these includes the fatty or aliphatic com- 
pounds (dd\edap, fat), and the other the cyclic or ring compounds. 
The first class owes its name to the fact that the animal and 
vegetable fats belong to it. They are also called hormathic 
compounds, their carbon atoms being arranged in a chain or 
row. The name of the second class is derived from its contain- 
ing compounds in which the presence of a closed chain or ring 
of atoms must be assumed. 

The aliphatic compounds can be regarded as derived from 
methane, CH,. The most important cyclic derivatives are the 
aromatic compounds, so-called because many of them are char- 
acterized by an agreeable smell or aroma. 

It will be shown later that there are important differences 
between the general properties of these two classes of compounds. 


FIRST PART. 
THE ALIPHATIC COMPOUNDS. 


SATURATED HYDROCARBONS. 


28. The aliphatic compounds are defined in 27 as those derived 
from methane, CH4. It is, therefore, advisable to begin the study 
of these compounds with this hydrocarbon. 

Methane occurs in nature in the gases evolved from volcanoes. 
It escapes in coal-mines during the working of the coal-seams, and 
is called fire-damp by the miners. It is also called marsh-gas, 
being present in the gases evolved from marshes by decay of vege- 
table matter. It is an important constituent of coal-gas,.being 
present to the extent of 30-40 per cent. 

It can be obtained by the following methods. 

1. By SABATIER and SENDERENS’s synthesis. Whena mixture 
of hydrogen and carbon monoxide is passed over reduced nickel 
at 250°-300°, methane is formed: 


CO +3H2=CH; + H20. 


The nickel undergoes no apparent change, and can be used re- 
peatedly. At a temperature of 230°-300°, carbon dioxide reacts 
similarly with hydrogen in presence of finely-divided nickel: 


CO2+ 4H2 =CH; + 2H30. 


2. Methane can also be synthesized directly from its elements 
by passing hydrogen through a heated tube containing reduced 
nickel mixed with very finely-divided carbon obtained by 
previously decomposing methane. An equilibrium is attained, 
corresponding at 475° and one atmosphere with 51 per cent. of 
methane: 


CH4 C+2H2. 
33 
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Prine has found that pure carbon and pure hydrogen also 
combine directly without a catalyst at temperatures above 
1100°, the equilibrium at 1200° corresponding with about 0-35 
per cent. of methane. 

3. By the action of water on aluminium carbide: 


CgAly + 12H20 =3CH,+ 4Al(OH)s. 


Other methods of preparation are referred to in 75 and 83. 

Physical and. Chemical Properties.—Methane is an odour- 
less and colourless gas of sp. gr. 0°559 (air=1). Its critical 
pressure is 55 atmospheres, and its critical temperature — 82°. 
It boils at — 165°, and solidifies at —186°. It is only slightly 
soluble in water, but more so in alcohol. It is decomposed into 
carbon and hydrogen by the sparks of an induction-coil, or in 
the electric are. Oxidizing substances, such as nitric and chromic 
acids, do not attack it, or only very slightly, while concentrated 
sulphuric acid and strong alkalis have no action upon it. It 
burns with an almost non-luminous flame. When mixed with 
air or oxygen it forms a violently explosive mixture, the reaction 
being in accordance with the equation 


CH,-4- 205, — CO; 4 2H50. 


This so-called "*fire-damp " is the cause of the explosions which 
sometimes occur in coal-mines. Chlorine and bromine react with 
methane, replacing its hydrogen atoms by halogen atoms, and 
forming a hydrogen halide: 


CH, + 2Cl =GH;Cl+ HCl. 


The replacement of one atom by another is called substitution. 
If chlorine or bromine is present in excess, the final product is 
CCl, or CBry,. 

29. There exists a series of hydrocarbons having general chem- 
ical properties similar to those of methane. Examples of these 
compounds are ethane CoH, propane C3Hs, butane CH 0, pen- 
{ате СӨН 12, hexane CgHy4, etc., pentatriacontane Cz3gsH72, and heza- 
contane CegHi22. These formule can be summed up in the general 
expression C,H2,,»*: for methane, n=1. The hydrocarbons 
oHm resemble methane in their power of resisting oxidation, 
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and are unacted on by concentrated sulphuric acid, while halogens 
act on them with substitution of hydrogen and formation of 
compounds C,H»s, ,1Cl, C,H24Cl,, and so on. 

The higher hydrocarbons can be obtained by building-up 
from those lower in the series. For example, ethane is got from 
methane by replacement of a hydrogen atom by halogen, and 
treatment of the halide thus obtained with sodium or calcium: 


ә 2CH3I1 + Nae = CoH, +2Nal. 


Propane can be prepared in accordance with tne following equa- 
tion: 
CH3I1 +CoHsI + Nag=C3Hg+ 2Nal: 


and, in general, C,Hon42 is obtained by the action of sodium upon 
CnHoms11 + CpHep 411, when m+ р= п. 


In addition to propane, butane, C,H,, is formed from 2C,H,I, 
and ethane, C,H,, from 2CH,I, three hydrocarbons being obtained. 
This is always so in such syntheses. 


Since methane can be prepared synthetically, it is evidently 
possible to synthesize each hydrocarbon of the formula C,H2,,2. 

30. Nomenclature.—The hydrocarbons C,Ho,,2 are always 
denoted by the termination ‘‘ane.” The first four members, 
methane, ethane, propane, and butane, have special names: the 
others are denoted by the Greek or Latin numeral corresponding 
with th» number of carbon atom. Thus CgHjg is called octane, 
Ci2Hog dodecane, C31Hg4 hentriacontane, and so on. 

It wil often be necessary to consider groups of atoms un- 
obtainable in the free state, but theoretically derivable by re- 
moval of a hydrogen atom from the hydrocarbons С.Н +2. 
These groups have the general formula C,Ho,41, and are called 
alkyl-groups. They are denoted individually by changing the 
termination “ane” of the corresponding hydrocarbon into “yl.” 
Thus СН» is called methyl, CoH, ethyl, C3H7 propyl, CaHy butyl, 
CigHos dodecyl, etc. 

The hydrocarbons C,H5,,2 have the general name saturated 
hydrocarbons, because they are saturated with hydrogen; that is, 
are unable to take up any more hydrogen atoms into the molecule. 
They are also called paraffins, because paraffiin-wax consists of a 
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mixture of the higher members. The word paraffin is derived 
from parum affinis, and indicates the stability of this substance 
towards chemical reagents. 

31. Occurrence in Nature-—The hydrocarbons C,H3,,2 occur 
in nature in enormous quantities. Crude American petroleum 
consists of a mixture of a great number of these compounds, from 
the lowest to the highest members of the series. Three principal pro- 
ductsare obtained from this petroleum by fractional distillation, after 
treatment with acids and alkalistofree it fromsubstances other than 
hydrocarbons of the formula C,Ha42. The most volatile por- 
tion is called petrol, light petroleum, petroleum-ether, benzine, 
naphtha, or ligroin: it distils between 40° and 150°, and contains 
lower members, chiefly CeH14, C7Hie, and CgHis. It is exten- 
sively employed as motor-spirit, as a solvent for fats, oils, and 
resins, and in the removal of stains from clothing in the “ dry- 
cleaning process." 

The portion distilling between 150°-300° i is ordinary petroleum, 
and is used on a large scale for lighting and cooking. 


The retention in petroleum of the constituents of low boiling- 
point is a fruitful source of accidents due to fire. Their presence 
can be detected by determining the flash-point, effected by heating 
the sample slowly in an apparatus devised by Sir FREDERICK ABEL, 
and observing the temperature at which the mixture of vapour and 
air over the petroleum can just be ignited. Experience has shown 
that there is no danger with a flash-point of 40° C. (104° F.). 


Further distillation above 300° yields lubricating oil, and then 
wax-like products, the residue in the still ultimately carboniz- 
ing. The residual product from the evaporation of American 
petroleum in the air is called ''vaseline" or petroleum-jelly. 
It is semi-solid at ordinary temperatures, white when pure, and 
finds application in pharmacy as a substitute for fats in the 
preparation of ointments. It is employed as a lubricant for 
machinery, and also for covering the surfaces of metallic articles 
to hinder oxidation. As a protective coating it is superior to 
vezetable and animal fats, which become rancid in course of 
time, and thus attack the surface of the metal. Vaseline is 
free from acid, and remains unchanged by exposure to air. 

Parafin-wax is a mixture of the highest members of the 
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series C,H;,,5, among them the учарда C22H46, C24H so, 
C2eH 54, CosHss. 

Some kinds of crude petroleum, notably that obtained from 
Java, contain considerable quantities of these highest members. 
They are present in but small amount in American petroleum. 
Liquid paraffin is a product of high boiling-point, obtained in 
the dry distillation of brown coal. Earth-wax or ozokerile occurs 
in Galicia, and consists chiefly of paràffin-wax. This substance 
is also obtained in the dry distillation of the brown coal found 
in Saxony. 

Asphalt (from de$eXros, unalterable) is a mixture of hydro- 
carbons of high molecular weight, and also contains compounds 
of oxygen, nitrogen, and sulphur in small proportions. It is 
present in large quantities in the celebrated “ Pitch lake” of 
Trinidad, and in a similar lake in Venezuela, and is also found in 
Cuba. Artificial asphalt consists partly of oxidation-products 
of mineral-oil constituents of high boiling-point, analogous to 
the brown product formed by the action of atmospheric oxygen 
on paraffin-wax heated at a high temperature for a long time. 
It also contains residual pitch from the distillation of coal-tar. 


32. The petroleum stored in the interior of the earth at depths 
up to 600 métres has probably been formed from fats under the 
influence of high temperature and great pressure. In confirma- 
tion of this hypothesis, ENGLER has prepared by distillation of 
train-oil under pressure a liquid very similar to natural petroleum. 

Many diverse suggestions have been made as to the origin of 
the enormous quantities of fats assumed to constitute the basis of 
petroleum. The best explanation is that of Poron1#, who regards 
the oil as having originated in the sapropelium or “ putrefying 
ooze," a material rich in fats. Shallow fresh-water pools contain 
floating flora and fauna (plankton) of very minute dimensiohs 
(microplankton). They propagate rapidly, but the life of the indi- 
vidual is short. In consequence, a continuous shower of dead micro- 
plankton descends to the bottom of the pool, and subsequently 
decomposes to form sapropelium. 

The hypothesis explaining the formation of petroleum as a 
result of the interaction of water and certain metallic carbides is 
rendered extremely improbable by two facts: (1) almost every variety 
of petroleum is optically active, an indication of its derivation 
from optically active organic material (223); (2) petroleum is never 
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found in the oldest geological formations, but only in those in which 
the presence of vegetable and animal remains has been demonstrated. 


Homologous Series. 

.33. Each of the hydrocarbons C,H24,» differs in composition 
from the rest by хх ОН», аз the general formula shows. It was 
pointed out (29) that this difference exercises but slight influence 
on their chemical properties. 

Whenever organic compounds show great resemblance in their 
chemical properties, and have at the same time a difference in 
composition of n XCH», they are said to be homologous (épdAoyos, 
corresponding), the name homologous series being given to such 
& group of compounds. As will be seen later, many of these 
series are known. 

It is easy to understand how much this simplifies the study of 
organic chemistry. Instead of having to consider the chemical 
properties of each compound individually, it is sufficient to do so 
for one member of a homologous series, as this gives the principal 
characteristics of all the other members. In addition to the 
main properties common to the members of a homologous series, 
each individual member has its characteristics. Except in a few 
instances, this book will not deal with the latter, because they 
only need to be considered in a more extensive survey of the sub- 
ject. 
The physical properties, such as the melting-points and 
boiling-points, specific gravities, and solubilities, of the members 
of a homologous series, generally change uniformly as the number 
of carbon atoms increases. In general it may be said that the 
melting-points and boiling-points rise from the lower to the higher 
members of a homologous series. 

A table of some of the physical constants of a number of 
normal (36) members of the paraffin series is given on p. 42. 

An inspection of this table reveals that the first four members 
are gases at the ordinary temperature, those from Cs to C:¢ liquids, 
and the higher members solids. Although methane is odourless, 
the liquid members have a characteristic petroleum-like smell; 
the solid members, on the other hand, are odourless. All are 
nearly insoluble in water. 

It should be further remarked that the differences between the. 
melting-points and boiling-points respectively of successive mem- 
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bers of the series become smaller with increase in the number of 
carbon atoms. This phenomexon is usually found in homologous 











series. 

For- Melting- | Observed |Calculat’d | 7 
xu Name, бон Boiling- Boiling: Specific Gravity. 
CH Methane —186° }|—160° |—166-3° 0-415 (at —160°) 
С.Н, | Ethane —172-1°— 93° |— 95.3% 0-446 (at 0°) 
C,H, | Propane — |— 45° |— 43-15 0-536 (at 0°) 
C,H, | Butane 135° — 0.1°|— 0-4° 0-600 (at 0°) 
C;H,, | Pentane 130.8° | 36-3° 36-4°| 0.627 (at 14°) 
C.H,. | Hexane 94.03] 68.99  68-9°| 0-658 (at 20°) 
C,H,, | Heptane 97.1? 98.41 98-3° 0-683 ” ” 
CH, | Octane 56-5° | 125-64 125.190.702 ” ” 

C, Nonane — 51° 149.5° 149-890-718 ” ” 

C, H, | Decane — 31° | 1739 | 172.830.730 " " 
С.Н, | Опдесапе — 26° 194° 194-3° 0-774 at melting-point 
C,,H,, | Dodecane — 12° 214-59 214-69 0-773 ” : 
C, ,H, | Tetradecane 4° 252-5°| 252.09 0:775 п 
C,.H,, | Hexadecane 18° 287 .5° 285-99 0-775 ” н 
C,,H,, | Eicosane 36-5°| 205°*| —— |0.7775” S 
C,,H,, | Heneicosane 40-1°) 215° —— |0-7778” 4 
C,H, | Tricosane 47.4%] 234? —— |0-7799” ч 
C4H,, | Hentriacontane 68.4°| 3020 —— |0.7799” ” 
C,,H,, | Pentatriacontane| 74° 331° —— |0-7813” x 
СН, | Hexacontane 101° — | — 





* At 15 mm. pressure, and the same for thoee following. 


For the boiling-points these differences are functions of the ab- 
solute temperature. Sypney YouNa has induced the empirical 
formula | 

144-86 
4 < a 
q0:0148 /7T 
giving the difference in boiling-point of two successive members of 
the series, when T' is the boiling-point on the absolute scale of the 
more volatile of the two homologues. The boiling-points in the 
fifth column of the table in this section were calculated by the aid 
of this formula. 

The expression holds not only for this homologous series of 
hydrocarbons, but also for many other homologous series. The dif- 
ferences between the calculated and observed boiling-points are 
greatest for the lower members. For some homologous series the 
divergences are considerable, but can usually be proved to be 
due to association of the molecules of the compound in the liquid 
state; that is, the molecular weight in this condition is twice, or a 
higher multiple of, that in the normal gaseous state. 
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Youna’s formula holds for normal pressure, 760 mm. For the 
absolute boiling-points of two substances a and b the simple relation 
Ta Е T'a 
T. T', 
often obtains, T and T" being the absolute boiling-points of the 
substances at the same arbitrary pressure. Otherwise expressed, 
this equation means that the ratio of the boiling-points at different 

pressures is often constant. 

For the critical temperature Tx of the series of saturated hydro- 
carbons, vAN LAaR has derived from theoretical considerations the 
formula 
_ 85 +14(п 4-D*(1 —0-04n) 


Т 
п +022 , 





m representing the number of carbon atoms. Except for methane, 
this expression is in good accord with the results of experiment. 

Eyxman has determined with great care the molecular refrac- 
tion of the members of this series and of many other homologous 
series. His experiments have proved the difference between suc- 
cessive values not to be constant for the initial members of such series, 
but to become constant for the third or fourth member and those 
succeeding. This difference may be regarded as the refraction of the 
CH:-group. Employing Eykman’s formula (26), the difference 
for the a-line of the hydrogen spectrum is 10-260, and for the f-line 
10-431. 

Molecular refraction is mainly an additive property of the 
molecules. Despite the slight degree of its constitutive influence, 
deviations from pure additivity often furnish valuable indications of 
structural arrangement, as will be frequently indicated in the sequel. 


Isomerism and Structure. 


34. Only one substance with the formula CH, is known: it 
is methane. Similarly, there is only one compound having the 
formula C2Hg, and one with the formula CgHg. There are known, 
however, two compounds with the formula C4Hio, three with 
the formula CsgHjo, five with the formula CgHy4, and so on. The 
phenomenon of two or more compounds being represented by one 
formula is called isomerism (2), and compounds having the same 
formula are called :somerides. lsomerism is explained by a con- 
sideration of the grouping of the atoms in the molecule. 

One of two hypotheses may be adopted. In the first place, the 
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arrangement of the atoms may be regarded as continually chang- 
ing, a molecule being represented as like a planetary system, the 
configuration of which changes from moment to moment. This 
hypothesis, however, cannot explain the phenomenon of isomerism. 
For example, it is not apparent how the four carbon atoms and 
ten hydrogen atoms in butane could form two different substances 
if the arrangement were indeterminate, for there are trillions 
of molecules present in even one cubic millimetre, and all the 
possible configurations of these fourteen atoms must therefore 
be supposed to exist at any instant. 

Isomerism can at oncc be understood by assuming a definite 
and unchanging arrangement of the atoms in the molecule, be- 
cause the difference in the properties of isomeric compounds may 
be then explained by a difference in the arrangement of equal 
numbers of the same atoms. 


A definite and unchanging arrangement of the atoms in a mole- 
cule does not involve their being immovable with respect to one 
another. For example, they might revolve round a point of 
equilibrium without alteration in their order of succession. 


35. Since the phenomenon of isomerism leads to the assump- 
tion of a definite arrangement of the atoms in the molecule, it is 
necessary to solve the problem of how the atoms in the molecules 
of different compounds are arranged. The basis of the solution 
is the quadrivalency of the carbon atom. In methane the arrange. 
ment of the atoms may be represented by the formula 

A 

C< Н’ 

Н 
in which the four linkings of the carbon atom act, as it were, 
like four points of attraction, each holding a univalent hydrogen 
atom fast. This is the only possibility, because the hydrogen 
atoms cannot be bound to one another, the only point of at- 
traction, or single linking, of each being already in union with 

one of the linkings of the carbon atom. 

The arrangement of the atoms in ethane, C,H,, must now 
be investigated. This substance can be obtained by the action 
of sodium upon methyl iodide, CH3I (53), with a quadrivalent 
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carbon atom, three univalent hydrogen atoms, and one univalent 
iodine atom. It must therefore be represented thus: 


Sodium reacts with methyl iodide by withdrawing the iodine 
atoms from two molecules, with formation of ethane. The re- 
moval of the iodine atom has the ‘effect of setting free the carbon 
linking previously attached to this atom, with the production of 


two groups 
H 
HSC 
H 


Since the formula of ethane is C2Hg, it is evident that the only 
possible arrangement of its atoms is that having the two free 
linkings of the methyl-groups united to one another: 


H H 
/ 
HOCH, 


The arrangement of the atoms in propane can be determined 
in an exactly analogous manner. It was mentioned (29) that 
propane is formed by the action of sodium on a mixture of methyl 
and ethyl halides. Since ethane can be prepared by the action 
of sodium on methyl iodide, the formula of an ethyl halide can 


only be 
H H 
HSc—cZH, 
HY NX 


where X represents a halogen atom. 

If the halogen is taken away from this substance and from 
methyl iodide simultaneously, the residues unite, showing that 
propane has the structure 


H | H 
н^с—б0—сёН, 
HY | NH 


or shortly H3C-CH2-CH3. 
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Such an arrangement of symbols expressing the configuration 
of a molecule, and indicating the form or structure, is called a 
structural or constitutional formula. 

The following example makes it clear how cases of isomer- 
ism can be explained by differences in structure. One of the five 
known hexanes boils at 69°, and has a specific gravity of 0-6583 
at 20-9°: another boils at 58°, and has a specific gravity of 0-6701 
at 17-5°. The first is obtained by the action of sodium on normal 
propyl iodide, CH3-CH2-CH2I. From the foregoing it follows 
that this hexane must have the structure 


CH3-CH2-CH2—CH2-CH2-CHs. 


It is named dipropyl, on the assumption that it has been formed 
by the union of two propyl-groups. 

In addition to this normal propyl iodide, an isomeride called 
isopropyl iodide is known. Both compounds can be readily 
converted into propane, CH3-CH2-CH3. Assuming that the 
isomerism is due to a different arrangement of the atoms in the 
molecule, it follows that the isomerism of the two compounds 
C3H7I can only be explained by a difference in the position occu- 
pied by the iodine atom in the molecule, because the arrangement 
of the atoms in propane is known, and the propyl iodides only 
differ from propane in having one of the hydrogen atoms in the 
latter replaced by iodine. tsoPropyl iodide must therefore have 


the structure 
H 


CH3-C-CHs, 


I 


if the constitution of normal propyl iodide is CH3-CH2-CHgl. 
The hexane boiling at 58° is produced by the action of sodium 
on isopropyl iodide, and consequently must have the structure 
СН» -CH «СН; СН СН 
3 : 3 
CH; бн.сн, ог CH,? CH CH X CH, 


Hence it is called diisopropyl. 
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Carbon Chains. 


36. The foregoing facts evidently make it reasonable to assume 
the existence of a bond between carbon atoms in the molecules 
of organic compounds. This bond is a very strong one, since the 
saturated hydrocarbons resist the action of powerful chemical 
reagents (29). The property possessed by carbon atoms of com- 
bining to form a series of many atoms, a carbon chain, like that 
in the hexanes above described, furnishes a marked distinction 
between them and the atoms of all the other elements which 
either have not this power, or have it only in a very inferior de- 
gree. The fact that the number of carbon compounds is so 
enormous is due to this property, in conjunction with the quadri- 
valency of the carbon atom. 

A carbon chain like that in dipropyl is said to be normal. 
On the other hand, an example of a branched chain is fur- 
nished by diisopropyl. Each carbon atom in the normal chain 
is linked directly to not more than two others: in branched 
chains there are carbon atoms directly linked to three or four 
others. A normal-chain compound is usually denoted by putting 
n before its name; branched-chain compounds are often dis- 
tinguished by the prefix sso. 

A few other definitions may find a place here. A carbon atom 
linked to only one other carbon atom is called primary; if linked 
to two carbon atoms it is named secondary; if to three, tertiary; 
if to four, quaternary. A carbon atom situated at the end of 
a chain is called terminal. The carbon atoms of a chain are dis- 
tinguished by numbers, the terminal one being denoted by 1, 
the one next it by 2, and so on; for example, 


CH; -CH,-CH2-CHsg. 
1 2 8 4 


Sometimes the terminal atom is denoted by a, the one linked to 

it by p, and the succeeding one by y, etec., but a terminal C-atom 

in a CN-group, CHO-group, or COOH-group, is distinguished by 
w, the next by a, and so on. 

Law of the Even Number of Atoms.—The number of hydrogen 

atoms in the saturated hydrocarbons is even, since their formula 

is CoHmis. All other organic .compounds may be regarded as 
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derived by exchange of these hydrogen atoms for other elements 
or groups of atoms, or by the removal of an even number of 

. hydrogen atoms, or by both causes simultaneously. From this it 
follows that the sum of the atoms with uneven valency (hydrogen, 
the halogens, nitrogen, phosphorus, etc.) must always be an even 
number. The molecule of a substance of the empirical composition 
C,;H,O.N must be at least twice as great as this, because 2H +1N 
is uneven. 


Number of Possible Isomerides. 


37. The quadrivaleney of the carbon atom, coupled with the 
principle of the formation of chains of atoms, not only explains 
the existence of the known isomerides, but also renders possible 
the prediction of the existence of unknown compounds. Thus 
for a compound C,Hio either the structure CH3-CH2-CH2-CHg or 
СН; 
СНз 
bilities. Pentane may have the following structural formule: 


(I) CHy-CH;-CH,-CH,-CHs; (2) CHs-CH4-0H «Gg; 


(8) Сн: >С «CH. 


>CH-CH3 may be assumed, and there are no further possi- 


For hexane the following five are possible: 


(1) CHg-CH2-CH2-CH2-CH2-CH3; (2) CH3-CH3-CHs- CH< GH ; 
(8) CHa-CHa-CH-CHa-CHs; (4) CHs-CH-CH-CHs; 
CH; CH; CH; 


(5) CH3-CH;- c GR. 
NCH; 


If the principles given above be assumed, it will be impossible to 
find structural formule other than those mentioned. 


Should it be possible actually to obtain the same number of - 


isomerides as can be thus predicted, and no more, and should the 
products of synthesis or decomposition of any existing isomeride 
necessitate the assumption of the same structural formula as that 
required by the theory, these facts constitute a very important 
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confirmation of the correctness of the principles upon which the 
theory is based. This correspondence of fact with theory has been 
proved to hold good in many instances, and therefore, on the other 
hand, affords an important means of determining the structure of 
а new compound, because if all the structural formule possible 
for the compound according to the theory are considered in turn, 
one of them will be found to be that of the substance. 

Frequently the number of isomerides actually known is much 
smaller than that which is possible, because the number of possible 
isomerides increases very quickly with increase of the number 
of carbon atoms in the compound. CayLey has calculated that 
there are nine possible isomerides for C7Hye, eighteen for CgHis, 
thirty-five for CgHo9, seventy-five for CigoHo2, one hundred and 
fifty-nine for C,,Hg,, three hundred and fifty-four for CjoH9,, 
eight hundred and two for C;3Heg, and so on. Chemists have not 
tried to prepare, for example, every one of the eight hundred and 
two possible isomerides of the formula C,gHog, because their atten- 
tion has been occupied by more important problems. There can, 
however, be no doubt as to the possibility of obtaining all these 
compounds, because, as mentioned above, the methods for build- 
ing them up are known, and there would therefore be no theoretical 
difficulties in the way of these experiments, though there might 
be hindrances of an experimental nature. 


‘ Physical Properties of Isomeric Compounds. 


38. Of the different isomerides the normal compound has the 
highest boiling-point. 


The nearer a side-chain is to the terminal carbon atom, the 
more it lowers the boiling-point. Two side-chains attached to 
different carbon atoms produce a considerable reduction in the 
boiling-point. The isomeride with two side-chains linked to the 
penultimate carbon atom has the lowest boiling-point. The sub- 
joined table affords confirmation of these statements. 
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Name. Formula. Е i 

n-Octane CH;:(CH;..CH; 124.7? 

2-Methylheptane CH;.CH-(CH3),- CH; 116-0? 
CH, 

3-Methylheptane ` CH, CH,CH.(CHy,. CH, | 117.6? 

CH, 
4-Methylheptane СН,.(СН,),:СН.(СН,),-СН, | 118.0° 
CH, 

2 : 5-Dimethylhexane CH;-CH-(CH:):-CH-CHs 108.3? . 
CH; CH; 
CH; CH; 

2:2':3 : 3'-Tetramethylbutane | CH,-C———C-CH, 104* 
CH, CH, 





The isomeride with the most branched chain has often the 
highest melting-point. 


ALCOHOLS, C,Ha,, 40. 


Methods of Formation and Constitution. 


39- The alcohols of this homologous series can be obtained by 
the action of silver hydroxide on the alkyl halides: 


СьН»һ+11 + AgOH = C,H4 ,,0 + Agl. 


lt is usual to bring an alkyl iodide into contact with moist 
oxide of silver, the portion dissolved in the water reacting like 
silver hydroxide (‘‘ Inorganic Chemistry,” 246). The preparation 
of the alcohol from the iodide can also be effected by heating it 
with excess of water at 100°: 


C;Hsl - H;0- C;H40 + HI. 


When sodium reacts with an alcohol C,H5,,,O, one gramme- 
atom of free hydrogen is liberated from each gramme-molecule of 
the alcohol, and a compound called sodium alkozie (alcoholate), 
C4,H2,,1NaO0, is produced: in presence of excess of water this 
decomposes into sodium hydroxide and an alcohol The sodium 
has thus replaced one atom of hydrogen, and neither it nor any 
other metal can replace more than one hydrogen atom: if excess 
of sodium is added, it remains unacted upon. It follows that 
only one hydrogen atom in the alcohol is replaczable by sodium. 

When an alcohol is treated with trichloride or pentachloride 
x phosphorus, an alkyl chloride i is formed: 

tie % ~w ea” PM? Ro 
ac “Н 204 Ад, 280; Ha „бі HPO}. 
ott Фф 2Cin: A „ Росс H 

From фае “tacts the sane itution of the alcohols can be in- 
duced. Silver hydroxide can опу have the structure Ag—O—H, 
its bivalent oxygen atom being linked to its univalent silver and 
hydrogen atoms. When silver hydroxide is brought into contact 
with an alkyl iodide, the reaction must be supposed to take place 
so that on the one hand the iodine atom is set free from the alkyl- 
group, and on the other hand the silver atom from the hydroxyl- 
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group. The alkyl-group and the hydroxyl-group are thus afforded 
the opportunity of uniting by means of the linking set free in each: 


С.Н. 1+ А ЈОН — С.Н... ОН, 


This method of formation proves that the alcohols contain a 
hydroxyl-group. Their preparation from alkyl iodides and water 
leads also to the same conclusion, which is further supported by 
the two properties of alcohols mentioned on the last page. It is 
evident that if their structure is expressed by C,H>2,,,-OH, ll 
the hydrogen atoms present, except one, are linked directly to 
carbon, while one hydrogen atom occupies a special position in tho 
molecule, being attached to the oxygen atom, which is united 
through its second linking to a carbon atom. It is only natural 
to suppose that the special position occupied by this hydrogen 
atom is accompanied by a special property, that of being the only 
one of all the hydrogen atoms replaceable by alkali-metals. More- 
over, sodium sets free hydrogen from another compound con- 
taining without doubt a hydroxyl-group: this compound is water, 
for which no other constitution is possible than H—O—H. 

The fact that the alcohols are converted into alkyl chlorides 
by the action of the chlorides of phosphorus is additional proof 
that they contain a hydroxyl-group. The empirical formulse 
C,H2,,20 and C,H5,,1X show that the halogen has replaced 
OH. It may be assumed that in this reaction the hydroxyl of 
the alcohol has changed places with the chlorine of the phosphorus 
сюр он a Qi) + OP 

(C.H 244.1 -OH) 4- Cl;P. 

A consideration of the possible constitutional formule for sub- 
stances having the general molecular formula C,Ho2,,20 reveals the 
fact that the linkage of the oxygen atom admits of only two possible 
formule; thus, the compound C2H40 could be either 


I. CH;-CH,-OH, or П. CH3-0-CHs3. 


‘Since all the hydrogen atoms in the second formula have the 
same value, it cannot be the one representing an alcohol, as it would 
not account for a very important property of these compounds, 
their interaction with the alkali-metals. The action of silver 
hydroxide on an alkyl iodide, or that of phosphorus chlorides on 
an alcohol, would accord equally ill with this formula, whereas for 
mula I. explains these reactions fully. It must therefore beadopted. 
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The constitutional formule of the alcohols have thus been 
' induced from their properties. Inversely, the constitutional for- 
mule represent all the chemical properties of the compounds, being 
simply a short way of expressing them. The value of these for- 
mule is evident: the structural formula of a compound, estab- 
lished by the study of some of its properties, reveuls the rest of 
these properties. The existence of properties thus deduced has 
in many instances been established by experiment. 


Nomenclature and Isomerism. 


40. The alcohols of this series are named after the alkyl-groups 
contained in them; for example, methyl alcohol, ethyl alcohol, propyl 
alcohol, etc. 

Isomerism may arise in three ways: by branching of the carbon 
chains; by changing the position of the hydroxyl-group; or 
through both these causes simultaneously. 

This is seen from the following table of the isomeric alcohols 
C3 to Cs. 





- | Specific 
Name. Formuls. мане ное О? 
I (de®) 

Propyl alcohols CjH4O 
1. Normal CH;-CH;-CH,OH 0-804 
CH;:. CHOH . CH; 0-789 

ви а соһон С,НьО 
. Normal primary | СН,:СН,:СН,.СН,.ОН 0-810 

2. , Secondary | CH;. CH. CHOH CH; 

3. 180 (CH;),CH -CH,OH ' 0-806 
4. Trimethylcarbinol | (CH3,C-. OH 0-786 

Amyl alcohols CHO 
+t. Normal primary | CH;-(CH:)s-CH:OH ~. 0-815 
v/2. isoButylcarbino] | (CH;,CH- CH;- СН,ОН; 0-810 


3. Secondary butyl- 
carbinol — CH;-CH(C,H;)-CH,OH 


p E 
bin CH; - (CH:):-CHOH-CHs; 


eta CHOH-CH, 
6. Diethylcarbinol GH;,:-CHOH- CH; 
v7. Dimethylethylcar- 

binol (CH;4C(OH) - CH; 


. Tertiary butylcar- 
S Tee] Putylesr- | CBOC-CHOH 


„б. Ме ейунгоргоруЬ 
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The alcohols with names ending in ''carbinol" are so called 
because all alcohols may be looked upon as methyl alcohol (car- ° 
binol), in which one or more of the hydrogen atoms, with the 
exception of the one in the hydroxyl-group, are replaced by alkyl- 
groups (KoLBE). Thus, isobutyl alcohol is called isopropylcarbinol, 
secondary butyl alcohol methylethylcarbinol, normal butyl alcohol 
n-propylcarbinol, and so on. 

The table also shows that in a primary alcohol the hydroxyl- 
group is linked to a primary carbon atom (36), and that in a second- 
ary or a tertiary alcohol the hydroxyl is linked to a secondary 
or a tertiary carbon atom respectively. Similarly, any compounds 
which may be regarded as produced by replacement of hydrogen 
linked to a primary, secondary, or tertiary atom are called primary, 
secondary, or tertiary compounds. Primary alcohols are repre- 
sented by the general formula C,H2,,;—CH3OH, secondary by 


/Н 
СН» +1 —С—С„ Нэ, 
NOH 


and tertiary by 


~ 


General Properties of the Alcohols. 


41. Some of the physical properties of the alcohols are given 
in this table, which includes only normal primary compounds. 


: a: e i 
Name. Formula. Melting- Boiling- de Belling. С E. 
point. point. pointe. d,?. 

Methyl alcohol |, CHjOH — 97.1? 67.4? 0-812 
Ethyl " C;H,0H —114-15° 78° 13-3° 0-806 
Propyl » C;H,OH — 90.5? |' 18.5? 0-817 
Butyl ” C,H,OH | — 79-6° | 116-7° 20-2? 0-823 
Amyl » CHa OH — 137? 20-3? 0-829 
Hexyl п С„НьОН — 157? 20? 0-833 
Heptyl 2 С,НОН | — 36.5° 175° 18° 0-836 
Cetyl n C,H;OH | — 17-9? 194-5? 19.5? 0-839 
Nonyl » CHOH — 213° 18-5° 0-842 


This table, with that in 40, shows that the normal compounds 
have the highest boiling-points (38). 
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The augmentation of the molecule by addition of the CH;- 
group is attended by an almost constant rise in boiling-point, 
although for the first members the rise is somewhat less than 
for the alcohols higher in the series. The association of the 
alcohol molecules renders SypNEy Youna’s formula inapplica- 


ble (33). 


The existence of this association is proved in many ways: (1) 
The vapour-densities of the alcohols at temperatures slightly above 
their boiling-points are greater than indicated by their formule; 
(2) the degree of association can be inferred from measuaements 
of the capillarity and viscosity of the liquids; (3) there subsists 
between the boiling-point and the molecular weight a relationship 
of the type 

T VM 


—= +1000—— =Const. 

v M 000 p onst., 
T being the absolute boiling-point, and M the molecular weight. 
For many compounds the constant has the value 64, but it is much 
greater for associated substances, and increases with the degree of 
association; (4) according to TRouron’s rule, 


Т 


M being the molecular weight, L the latent heat of evaporation, and 
T the absolute boiling-point of a liquid. For water, the alcohols, 
and other associated liquids, the value of the quotient approximates 
to 26. 

Various other formule are available for detecting association, 
an example being that of JoRISSEN, 


a 193M? 
Td ’ 
nm being the number of atoms in the molecule, M the molecular 
weight, 7’ the boiling-point, and d the density at that temperature. 
For associated liquids T and d are abnormally high, and too low a 
value is obtained for n. 
None of the formulæ gives an accurate measure of the degree 
of association. 


The lower alcohols (C; — C4) are mobile liquids, the middle 
members (Cs5— Cii) are of a more oily nature, while the higher 
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members are solid at the ordinary temperature. In thin layers 
all are colourless. In thick layers they are slightly yellow, the 
colour becoming more marked with increase in the number of 
carbon atoms. "The first members (C,— C3) are miscible in all 
proportions with water, but the solubility of the higher members 
diminishes quickly as the number of carbon atoms increases. 

The lower members have a spirituous, and those intermediate 
a disagreeable, smell; while the solid members are odourless. 
Their specific gravity is less than 1. 


ењ 


Methyl Alcohol, CH3°OH. 


42. Methyl alcohol is obtained on the large scale by the dry 
distillation of wood in iron retorts at as low a temperature as 
possible; or better, by treatment of wood with hot producer-gas, 
which is a mixture of carbon monoxide and. nitrogen, obtained 
by passing air over coke at a white heat. To this method of 
preparation the substance owes its name wood-spirit. The 
products of the distillation are gases, an aqueous liquid, and 
tar. The aqueous solution contains 1-2 per cent. of methyl 
alcohol and a number of other substances, the chief being acetic 
acid (82) (ca. 10 per cent.) and acetone (111), (ca. 0°5 per cent.). 
The acetic acid is converted into calcium acetate by the action of 
lime, and the methyl alcohol purified by fractional distillation, 
and other methods. It is used in the arts in the preparation of 
aniline-dyes and formaldehyde, for the denaturation of spirit to 
render it unfit for drinking purposes (44), and in other processes. 

Methyl alcohol burns with a pale-blue flame, and is miscible 
with water in all proportions, the mixing being accompanied by 
contraction and the development of heat. It is poisonous. 


Ethyl Alcohol, C2Hs*OH. 


43- Ethyl alcohol, or ordinary alcohol, is prepared artificially 
in enormous quantities. Its preparation depends upon a prop- 
erty possessed by dextrose (208), a sugar with the formula 
CeH,206, of decomposing into carbon dioxide and alcohol in 
presence of yeast-cells; 


CeH1206 —2C2;H40 -- 2COs. 
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About 95 per cent. of the dextrose decomposes according to this 
equation. By-products such as glycerol and other substances 
are also formed. Certain higher alcohols of this series, princi- 
pally amyl alcohols, and also a small proportion of succinic acid, 
are produced from the proteins contained in the raw material 
(242). 

On account of its cost, dextrose itself is not employed in the 
manufacture of alcohol, some substance rich in starch (225), 
(CesHi90s)n, such as potatoes, grain, etc., being used instead. 
By the action of enzymes (222), the starch is almost completely 
transformed into maltose (214), C12H230,,, one molecule of this 
compound being then converted into two molecules of dextrose 
by the action of one molecule of water: 


C1 2H220)1 + H20 =2CeH 1206. 
Maltose Dextrose 


The enzyme employed in the technical manufacture of maltose 
from starch is called diastase, and is present in malt. The reaction 
it induces is called sac- 
charification. When po- 
tatoes are used, they are 
first made into a thin, 
homogeneous pulp by 
treatment with steam 
under pressure at 140° to 
150°, malt being added 
after cooling. At a tem- 
perature of 60° to 62°, 
the decomposition into 
maltose is completed in 
twenty minutes. 

Yeast is then added 
to the maltose solution, 
and the fermentation car- 
ried on between 23° and 
25°. To separate the re- 
sulting alcohol from the Fia, 23.—FRACTIONATING-COLUMN. 
other substances present, 
the product is submitted to distillation; and by using a fraction- 
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ating-column (Fig. 23), aleohol of 90 per cent. strength can be 
obtained, although the concentration of the alcohol in the 
fermented liquid does not exceed 18 per cent. 

The thin liquid residue remaining in the still is called spent 
wash, and is used for feeding cattle and for the manufacture of 
hydrocyanic acid (257). It contains, amongst other products, 
almost all the proteins present in the material from which the 
spirit has been manufactured. 

The crude spirit (low wines) so prepared is again carefully 
fractionated, when alcohol of 96 per cent. by volume (spirits) is 
obtained. The fractions of higher boiling-point consist of an oily 
liquid of unpleasant odour, called fusel-oil: it contains chiefly 
amyl alcohols and other homologues. The residue is called spent 
lees. 

Alcoholic beverages are classified into those that have been dis- 
tilled, and those that have not. 





Distilled (about 50 per cent. of alcohol). Not distilled. 
Brandy or cognac, from wine. jp from fermented malt and hops 


r cent. of alcohol). 

Whisky, from fermented solution Wine ca ented grape-juice (8-10 
of malt. per cent. of alcohol). 

“ Fortified” wines, such as port, 

Rum, from fermented solution of | sherry, and madeira. They are 

sugar. wines with added alcohol. (М at- 

ural wine never contains more 

Gin, like whisky, but flavoured| than about 10 per cent. of alcohol.) 


with juniper. 


44. The alcohol of commerce (“spirits of wine ") always con- 
tains water. To obtain anhydrous or absolute alcohol from this, 
- lumps of quicklime are added to spirit containing a high per- 
centage of alcohol, until the quicklime shows itself above the 
surface of the liquid. The latter is allowed to stand for some 
days, or boiled for several hours under a reflux-condenser (17), 
and then distilled. The preparation is much facilitated, and 
the loss, rather large by this method, reduced to a minimum, 
by heating a spirit of high percentage with a small quantity of 
quicklime in a vat, closed by a screwed-down cover, for some 
hours at 100° in a water-bath. The spirit is then distilled. To 
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prepare absolute alcohol from dilute alcohol, the latter must first 
be concentrated by distillation from a water-bath. The de- 
hydration can also be effected by addition of solid potassium 
carbonate, which causes the liquid to separate into two layers, 
the aqueous one below and the alcoholic one above. Alcohol of 
91°5 per cent. by weight is thus obtained. 

Absolute alcohol is a mobile, colourless liquid of character- 
istic odour, and burns with a pale-blue, non-luminous flame. 
Cooling with liquid air renders it very viscid, and ultimately 
causes crystallization. It is very hygroscopic, being miscible with 
water in all proportions with contraction and rise in tempera- 
ture. The maximum contraction is obtained by mixing 52 
volumes of alcohol with 48 volumes of water, the volume of the 
resulting mixture at 20° being 96°3 instead of 100. 

The presence of water in alcohol can be detected by anhydrous 
copper sulphate, which remains perfectly colourless when in con- 
tact with absolute alcohol, whereas if a trace of water is present, 
the copper sulphate develops a light-blue colour after several hours. 
The specific gravity, a physical constant ofteff employed to 
ascertain the purity of liquid compounds, can also be employed 
for the same purpose. 

A simple and rapid method for the estimation of alcohol in 
mixtures with water is very necessary for industrial and fiscal 
purposes, and a practical method, due to von BAUMHAUER, 
MENDELÉEFF, and others, consists in the determination of the 
specific gravity and temperature of such a mixture. A table has 
been prepared with great accuracy, showing the specific gravities 
of mixtures of alcohol and water from 0 to 100 per cent., at 
temperatures between 0° and 30°. When the specific gravity 
and temperature of a given mixture have been determined, the 
percentage of alcohol may be found by reference to the table. In 
‘ practice the specific gravity is usually determined with a delicate 
hydrometer. 

In commerce and in the arts, the amount of alcohol is usually 
expressed on the Continent of. Europe in volume-percentage, or the 
number of litres of absolute alcohol contained in 100 litres of the 
aqueous solution. In Great Britain the standard is proof-spirit. 
This name is derived from the old method of testing spirit by moisten- 
ing gunpowder with it, and then bringing the mixture into contact 
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with a lighted match. If the alcohol were “under proof,” the 
powder did not take fire, but if there were sufficient alcohol present, 
the application of the light ignited the gunpowder, the spirit being 
then “over proof.” When the proportions of alcohol and water 
were such that it was just possible to set fire to the powder, the 
sample was described as 'proof-spirit." When the spirit is weaker 
than proof-spirit it is said to be under proof, and when stronger 
than proof-spirit is said to be over proof; for example, a spirit 5° 
under proof would contain in each 100 volumes the same quantity 
of alcohol as 95 volumes of proof-spirit, and a spirit 5° over proof 
would need 5 volumes of water added to each 100 volumes to con- 
vert it into proof-spirt. By Act of Parliament ''proof-spirit" is 
defined as “such a spirit as shall at a temperature of 51? F. weigh 
exactly 1$ of an equal measure of distilled water," corresponding 
with a spirit containing 57.1 per cent. of alcohol by volume, or 
49.3 per cent by weight. 

For scientific purposes the amount of alcohol is usually ex- 
pressed in percentage by weight, or the number of grammes of 
alcohol contained in 100 grammes of the aqueous solution. These 
percentage-numbers are not the same, the percentages by weight 
being smaller than those by volume for a spirit of any given con- 
centration. 


The greater part of the alcohol produced is consumed in the 
form of beverages, their detrimental physiological effects being 
augmented by the impurities, especially fusel-oil, which they 
contain. Alcohol is used in commerce for the preparation of 
lacquers, varnishes, dyes, important pharmaceutical preparations 
such as chloroform, chloral, iodoform, and others, and as a motive 
power for motor-vehicles. It is also employed for the preserva- 
tion of anatomical specimens. Alcohol is a good solvent for 
many organic compounds, and finds wide application in laboratory- 
work for this purpose. 

On account of the extensive use of alcohol for manufacturing 
processes, some industries would be paralyzed if the necessary 
spirit were subject to the same excise-duty as alcohol intended 
for consumption. The alcohol used in manufactures in some 
countries is accordingly made unfit for drinking (denatured or 
methylated) by the addition of materials which impart to it a 
nauseous taste, and is sold duty-free. On the Continent of Europe 
crude wood-spirit is employed for this purpose, and in Great 
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Britain this is supplemented by the addition of & small quantity 
of paraffin-oil. The sale of denaturated alcohol is also permitted 
in the United States. | 


In the United States the tax on beverage-alcohol was $6.40, 
and on non-beverage-alcohol is $2.20, per proof-gallon (50 per 
cent. alcohol by volume). If the alcohol is stronger than proof- 
spirit, the tax is computed on the proof-gallon basjs. If it is 
weaker than proof-spirit, the tax is computed on the basis of 
the wine-gallon. In the United States a gallon is 231 cubic 
inches. 

The duty is much higher in Great Britain, being 75s. per 
gallon of proof-spirit (British standard, p. 60). Besides permitting 
the sale of methylated spirit containing naphtha, the British Govern- 
ment allows the sale for manufacturers’ use of alcohol denatured 
with wood-spirit only, under the name *' Industrial spirit." It has 
the important advantage of being wholly miscible with water. In 
the chemical laboratories of universities and colleges in Great Britain 
and Ireland the use of duty-free pure alcohol is permitted. 

A test for ethyl alcohol is the formation of iodoform on the 
addition of iodine and caustic potash (146). 


Propyl Alcohols, C;H7-OH. 


45. Two propyl alcohols are known, one boiling at 97° and 
having a specific gravity of 0-804, the other boiling at 81° and 
having a specific gravity of 0-789. In accordance with the prin- 
ciples which have been stated, only two isomerides are possible: 


CH; СН» СНОН, апа CH3 -CH (OH) «СНз. 


Normal propyl alcohol teoPropy! alcohol 


The structure to be assigned to the substance with the higher 
boiling-point, and that to the substance with the lower, may be 
determined by submitting the substances to oxidation. From 
each of these alcohols is thus obtained a compound with the 
formula C3H40, but these oxidation-products are not identical. 
On further oxidation, the compound C3H6O (propionaldehyde), 
obtained from the alcohol of higher boiling-point, yields an acid 
C3HgOs, called propionic acid; whereas the substance C3HgO 
(acetone), formed from the alcohol of lower boiling-point, is con- 
verted into carbon dioxide and acetic acid, C3H40;: 
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C3HgO (propyl alcohol, B.P. 97°) —-C3HeO (propionaldehyde) — 
— C3H60z2 (propionic acid) ; 


C3HgO (isopropyl alcohol, B.P. 81°) — C3H5O (acetone) — 
— CO;-r- C2H405 (acetic acid). 


Propionic acid has the constitution CH3-CH2-COOH, and 
acetone CH3-CO-CHs, as will be shown later. It will be observed 
that only the normal alcohol is capable of forming propionic 
acid, because the production of this substance must be due to the 
replacement of two hydrogen atoms by one oxygen atom, and 
with the normal alcohol this can only yield a compound with the 
structure assigned to propionic acid. On the other hand, the 
formation of a substance with the constitution of acetone by re- 
moval of two hydrogen atoms from a compound C3HgO is only 
possible when the latter has the structure of isopropyl alcohol. 
The alcohol of higher boiling-point must therefore be n-propyl 
alcohol, and that boiling at the lower temperature must be iso- 
propyl alcohol. | ў 

Oxidation affords a general method for distinguishing primary 
from secondary alcohols. By referring to the formule given in 
40, it isseen that all primary alcohols contain the group — CH20H, 


which is converted by oxidation into the carboxyl-group eon 
) 


the characteristic group of organic acids. Further, all secondary 


| 
alcohols contain the group H-C-OH: removal of the two hydro- 
gen atoms from this yields the group б.о, characteristic of the 


ketones (110), the homologues of acetone. The oxidation of a pri- 
mary alcohol and that of a secondary alcohol produce respectively 
an acid and a ketone with the same number of carbon atoms as the 
original alcohol. 

A further induction may be made from these reactions. In 
ihe conversion of normal propyl alcohol into propionic acid, as 
well as of isopropyl alcohol into acetone, the oxidation occurs at 
the carbon atom already linked to oxygen. This is always so, 
and the general rule may be stated as follows: when an organic 
compound is submitted to oxidation, the molecule is attacked at the 
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part which already contains oxygen—that is, where oxidation has 
already begun. 

Normal propyl alcohol is obtained by fractionation of fusel- 
oil, and is a colourless liquid of agreeable odour. It is miscible 
with water in all proportions. isoPropyl alcohol is also a liquid: 
it is not present in fusel-oil, but can be obtained by the reduction 
of acetone (111 and 150). 


Butyl Alcohols, C4Hg* OH. 

46. Four butyl alcohols are known (cf. Table, 40), which is 
the number possible according to the theory, and it is necessary 
to consider whether these theoretically possible formule are in 
accord with the properties of the four isomerides. On oxidation. 
the two alcohols boiling at 117° and 107° respectively yield acids 
with the same number of carbon atoms. They must therefore 
have the structures 1 and 3 (Jbid.), since each contains the group 
—CH,OH. For reasons referred to later, the alcohol boiling at 
117° is considered to have the normal structure (1), and that boil- 
ing at 107° the structure (3). A third butyl alcohol, boiling at 
100°, is converted by oxidation into a ketone with the same num- 
ber of carbon atoms, showing that it must be a secondary alcohol 
corresponding with structure (2). Lastly, for the fourth, which is 
solid at ordinary temperatures, melting at 25.5? and boiling at 
83°, since three of the theoretically possible structural formulse 
have been assigned to the other isomerides, there remains only the 
fourth structure, that of a tertiary alcohol. This structure for the 
alcohol melting at 25-5°, thus arrived at by elimination, is in 
accordance with its chemical behaviour. On oxidation, for exam- 
ple, it yields neither an acid nor a ketone with four carbon atoms, 
but the molecule is at once decomposed into substances containing 
a smaller number of carbon atoms. Since to yield on oxidation 
an acid with the same number of carbon atoms, an alcohol must 
contain the group СНОН, ара to produce a ketone with the 


same number of carbon atoms, it must contain the group H.¢.0H, 
| | 


it is evident that neither of these can be obtained from a tertiary 
alcohol. If the oxidation takes place in this, as in every other 
case, at the carbon atom already linked to oxygen, it must result 
in the decomposition of the molecule. 





64 . ORGANIC CHEMISTRY. [§ 47 


The foregoing holds for tertiary alcohols in general, so that 
oxidation affords a means of distinguishing between primary, 
secondary, and tertiary alcohols. The experimental proof can be 
summed up as follows. 

A primary alcohol yields on oxidation an acid with the same 
number of carbon atoms: a secondary alcohol yields on oxidation a 
ketone with the same number of carbon atoms: whereas oxidation 
of a tertiary alcohol at once decomposes the molecule, yielding com- 
pounds with a smaller number of carbon atoms. 

Many other methods of ascertaining whether an alcohol is 
primary, secondary, or tertiary are available, one of the simplest 
being based on the effects of heat. Primary alcohols are stable 
at 360°, the boiling-point of mercury. At this temperature, 
secondary alcohols decompose, yielding chiefly hydrocarbons of 
the series C,H», (112) and water; but they are stable at 218°, 
the boiling-point of naphthalene. At the last temperature tertiary 
alcohols are decomposed, yielding similar products to those formed 
from secondary alcohols at 360°. In practice, the constitution of 
any alcohol is ascertainable by determining its vapour-density at 
both these temperatures with VicrorR MEYER’s apparatus (11), 
the decision being based on the normal or abnormal character of _ 
the results obtained. 


Amyl Alcohols, C;H,,-OH. 


47. The alcohols containing five carbon atoms are called amyl 
alcohols. There are eight possible isomerides, and all are known 
(cf. Table, 40). They are liquids with a disagreeable odour, like 
that of fusel-oil. zsoButylearbinol, (CH3)2CH-CH2-CH.OH, and 
secondary butylcarbinol, CH3-CH(C2Hs)-CH2OH, are the prin- 
cipal constituents of fusel-oil (43). 

Secondary butylcarbinol furnishes a very remarkable example 
of isomerism. It is shown in 34 how the arrangement of the 
atoms in a molecule accounts for the phenomenon of isomer- 
ism. A careful study of the properties of a compound makes it 
possible to assign to it a structural formula, to the exclusion of 
all the other formule’ possible for its known molecular composi- 
tion. On the other hand, any given structural formula represents 
only one compound, since such a formula is the expression of 
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a very definite set of properties: when they are unlike for two 
compounds, the difference must be indicated by their structural 
formuls. 

Nevertheless, there are three isomeric amy] alcohols which have 
been shown by careful examination to have the same structural 


formula: 
СН; Н 
с.н; > € cH,on. 


That they have this constitution is proved by the fact that on 
oxidation they yield valeric acid with the structure 

CH H 

C,H; >°<CooH, 
as can easily be proved by synthesis (164). 

The three amyl alcohols with this constitution have identical 
chemical properties and nearly all their physical constants are the 
same. One of the latter, however, serves to distinguish them from 
one another. When a beam of plane-polarized light is passed 
through layers of these alcohols, the plane of polarization is rotated 
by one isomeride to the left, and by another to the right, while the 
third alcohol produces no rotation. The first two are said to be 
optically active (26, 2). 

Since the difference between optically active compounds de- 
pends only upon a physical property, while their chemical proper- 
ties are identical, it may be asked whether this difference is not a 
purely physical one, arising from differences in the arrangement 
of the molecules, such as is supposed to exist in dimorphous sub- 
stances. The objection to this view is twofold. 

First, differences in the arrangement of the molecules can only 
be supposed to exist in the case of solid substances, because it is 
only in them that the molecules have a fixed position in relation 
to one another. It is assumed that the molecules of liquids and 
gases are free to move; but they, too, afford examples of optical 
activity. For liquids there is still a possibility that not the mole- 
cules themselves, but conglomerations of them arranged in a defi- 
nite manner may be free to move. Were this the cause of optical 
activity,on conversion into gases of normal vapour-density, optic- 
ally active liquids should produce no rotation in the plane of 
polarization. That they actually do produce this rotation was 
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proved by Brot, and later by Gernez. This phenomenon cannot 
be attributed to a difference in the arrangement of the molecules, 
because in a vapour of normal density each molecule is capable 
of independent motion. 

Second, the optical activity is displayed in derivatives of 
optically active substances. 

Hence it follows that an explanation of the rotation of the plane 
of polarization by liquids and dissolved substances must be sought for 
in the internal structure of the molecules. у 

48. PASTEUR regarded optically active molecules as having an 
asymmetric structure, two configurations being possible. These 
forms are mirror-images, but cannot be superimposed, their rela- 
tionship resembling that of a right-handed and a left-handed 
glove. One of the configurations must belong to the dextro- 
rotatory isomeride, and the other to the levo-rotatory modification. 

Van ’T Horr imparted a more concrete form to this conception 
by his discovery of the presence in most optically active com- 
pounds of at least one carbon atom linked to four dissimilar 
atoms or groups. He has designated a carbon atom thus linked 
an asymmetric carbon atom. 

When two of the groups attached to such an atom become 
similar, the asymmetry vanishes, and with it the optical activity 
of the compound. Consideration of an example will facilitate 
the comprehension of this phenomenon. 


The levo-rotatory amyl alcohol, with the constitution 


CH; н 
сн, 2 С<сн,он, 


is converted by the action of gaseous hydriodic acid into amyl 
todide, with the structural formula 


CH. H 
сн, 7? °<сну. 


This compound is optically active. On treatment with nascent 
hydrogen, the iodine atom is replaced by hydrogen, with forma- 
tion of pentane, . 

CH; H 

с.н,” C cn, 


This compound is optically inactive. 
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If amyl iodide is subjected to the action of ethyl iodide in the 
presence of sodium, there results a heptane, 


CH.. Н 
CH,” C A cu.. cun, 


and this substance is optically active. 

An examination of these three optically active substances shows 
that they differ from optically inactive pentane in the respect that, 
of the four groups linked to the central carbon atom, in the latter 
two (methyl) are similar, whereas in the others they are all different. 


Pasteur’s molecular asymmetry for carbon compounds with 
an asymmetric carbon atom is explained by the following con- 
siderations. 

The quadrivalency of the carbon atom has its origin in four 
points of attraction, situated on its outer surface, so that it is 
able to link itself to atoms or groups of atoms in four directions. 
The only supposition about these directions in agreement with 
the facts is that the carbon atom is situated at the centre of a regular 
four-sided figure (tetrahedron) with its linkings directed toward the 
angles (Fig. 24). By putting the groups R, P, and Q of com- 
pounds CR2Q2, CRePQ, or CRsP in different positions in two 
atom models,* it is always possible by rotating the models to 
bring them into such a postion that the like groups coincide, 
showing that the two forms are identical. Such compounds do 
not exhibit optical isomerism. 

For compounds C-RPQS, containing four 
different groups and therefore an asymmetric 
carbon atom, the possibility of the existence 
of two isomeric forms is indicated. It is-seen 
from Figs. 25 and 26 (and still better from 
models) that for these four groups two arrange- ас саво 
ments are possible, which cannot be made to 





* The comprehension of what follows will be considerably facilitated by 
the construction of several models of carbon atoms with their linkings. This 
is easily done by cutting out a sphere from a cork to represent the carbon 
atom, the linkings being represented by moderately. thick wires about ten 
centimétres long, with ends filed to a point. These wires are fixed in the 
cork sphere in the manner shown in Fig. 24. To show the linking of the 
atoms or groups of atoms, cork spheres of different colours are fastened to 
the ends of the wires, the different colours indicating dissimilar groups. 





- 
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coincide in amy position, although they resemble one another as 
an object resembles its reflection in a mirror. Such a figure has 
no plane of symmetry, hence the name “ asymmetric carbon 
atom.” | 

It is thus possible to understand how one isomeride causes 
as much dextro-rotation as the other levo-rotation, for the 
arrangement of the groups relative to the asymmetric carbon atom 
must be the cause of the rotation of the plane of polarization. If 
the arrangement of the groups in Fig. 25 produces dextro-rotation, 


AN i 





IM 
Fig. 25. Fia. 26. 
ASYMMETRIC C-ATOMS. 


then the inverse arrangement in the isomeride in Fig. 26 must neces- 
sarily cause an equal rotation, but in an opposite direction. 

It was stated above that not merely two, but three, isomerides 
are possible when there is one asymmetric carbon atom present in 
the molecule; a dextro-rotatory, a levo-rotatory, and an optically 
inactive isomeride. It has been proved that the optically inactive 
substance is composed of equal parts of the dextro-rotatory and 
of the levo-rotatory compound. Since these rotations are equal 
in amount, but different in direction, their sum has no effect upon 
the plane of polarization. 

. This isomerism in space, called stereochemical isomerism or stereo- 
isomerism, is not indicated in the ordinary structural formulæ 
written in one plane: hence the apparent contràdiction that a 
single structural formula may represent two different compounds. 
VAN "T Horr's theory, however, supports the fundamental prin- 
ciple that all isomerism has its origin in a difference in the arrange- 
ment of the atoms in the molecule. 


In addition to the explanation of optical isomerism just given, 
two others might be suggested, although both can be shown to be 
untenable. Thus, the four linkings of the carbon atom might be 
supposed unequal in value; so that such a compound as CP:Q could 
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exist in isomeric forms. Experience contradicts this assump- 
tion. 

This phenomenon might also be supposed to be due to a differ- 
ence in the motion of the atoms in the molecule. Then isomerism 
could no longer exist at absolute zero, since atomic motion ceases 
at this point; and a falling temperature should cause a marked 
diminution in the difference between the optical isomerides. There 
is, however, not the slightest indication of such behaviour. 


Higher Alcohols, C,H;,,;-OH. 


49. The properties of the higher alcohols are mentioned in 41. 
Here may be cited cetyl alcohol, C1gHaa -OH, obtained from sper- 
maceti, and myricyl alcohol, CaoH s; -OH, obtained from wax. The 
number of isomerides of these higher compounds possible is very 
great, while the number actually known is but small. Of the 
higher members of the series, only the normal primary compounds 
are known. 


Alkoxides. 


50. Alkozides (alcoholates) are compounds obtained from alco- 
hols by exchange of the hydroxyl-hydrogen atom for metals (39). 
The best known are sodium methoxide (methylate), CH3-ONa, and 
sodium ethoxide (ethylate), CoHs-ONa. Both are white powders, 
and yield crystalline compounds with the corresponding alcohol. 
They dissolve readily in the alcohols, and, as will be seen later, are 
constantly used in syntheses. It was formerly supposed that the 
addition of water to a solution of an alkoxide converted it com- 
pletely into an alkali-metal hydroxide, and liberated an equivalent 
quantity of alcohol; but Lospry pe Bruyn has shown this to be 
only partly true, an equilibrium being reached in the reaction: 


С.Н ,ОМ№а +H,0O 2 СНОН + NaOH. 


A proof of this is givenin 55. It follows that a solution of sodium 
hydroxide in alcohol is partly decomposed into water and sodium 
alkoxide. 


The alcoholic solution of sodium ethoxide, usually obtained by 
dissolving pieces of sodium in absolute ethyl alcohol, gradually 
becomes brown in consequence of oxidation to aldehyde (106). 
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On the other hand, the solution of sodium methoxide in methyl 
alcohol remains unaltered, and therefore is employed in syntheses 
more than that of sodium ethoxide. 

. Only the alkali-metals react directly with alcohols to produce 
alkoxides. Those of other metals can be prepared by the inter- 
action of solutions in liquid ammonia of a potassium alkoxide and 
a salt, an example being the precipitation of barium ethoxide by 
the combination of potassium ethoxide and barium nitrate: 


2C:H,OK +Ba(NO;); = (C:H,O):Ba +2KNO,. 


The alkoxides of calcium, strontium, and lead have been prepared 
similarly. 


ALKYL HALIDES, ESTERS, AND ETHERS. 


51. Many compounds containing a hydroxyl-group are known 
in inorganic chemistry: they are called bases, and display a close 
resemblance in properties. This similarity may be attributed to 
their common possession of the group OH, which is present in 
their aqueous solutions as an ion. 

An aqueous solution of alcohol does not conduct an electric 
current, so that the alcohol is not ionized. This is supported by 
the fact that such a solution is not alkaline, and therefore contains 
no OH-ions. 

Notwithstanding this fact, the alcohols possess a basic charac- 
ter in so far that, like bases, they combine with acids with elimi- 
nation of water: 


M.(OH+H]-R=M-R+HOH. 


Alcohol Acid Ester 


The substances formed are comparable with the salts of inor- 
ganic chemistry, and are called compound ethers or esters. The dif- 
ferent natures of bases and of alcohols are displayed, however, in 
the mode of formation of their salts, which is quite unlike that in 
which esters are produced. A salt is formed from an acid and 
base instantaneously: it is a reaction of the ions, because the 
hydrogen ion of the acid unites with the hydroxyl ion of the base 
(*1norganic Chemistry," 66): 


[B-- OH] -[H -Z/] - [B - Z/] - H30. 
Base Acid Salt 
The formation of esters, on the other hand, takes place very slowly, 


especially at ordinary temperatures, the reaction being between 
the non-ionized alcohol and the acid: 


R-OH+(H+Z=R-Z+H,0. 
Aleohol Acid Ester 
71 
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Reactions between ions usually take place instantaneously, 
those between molecules slowly. 

Many bases can lose water, with formation of anhydrides or 
oxides: alcohols behave similarly. By the abstraction of one 
molecule of water from two molecules of an alcohol, compounds 
called ethers with the general formula C,H5,,;—O—C,Ha,,, are 
formed. By elimination of water from two different alcohols, com- 
pounds called mized ethers with the general formula 

C, H2, +1—O—C,, Hom +1 
are produced. 


Alkyl Halides. 


52. The alkyl halides may be regarded as the hydrogen-halide 
esters of the alcohols, as their formation from alcohol and a hydro- 
gen halide shows: 


СН OH +H\X = Ci Hon 41 X +H,0. 


In preparing alkyl halides by this method, the alcohol is first 
saturated with the dry hydrogen halide, and then heated in a 
sealed tube or under a reflux-condenser. The reaction may also be 
carried out by heating the alcohol with sulphuric acid and sodium 
or potassium halide: 

СНОН + HSO, +KBr = C2HgBr + KHSO, + Н.О. 


Two other methods of formation for alkyl halides are men- 
tioned in 28 and 39: they are more fully treated below. 

Action of Phosphorus Halides on Alcohols.—These sometimes 
react together very energetically. In preparing alkyl bromides 
and iodides, it is usual to employ phosphorus with bromine or 
iodine instead of the bromide or iodide of phosphorus itself. For 
example, in the preparation of ethyl bromide, red phosphorus is 
added to strong alcohol, in which it is insoluble. Bromine is then 
added drop by drop, the temperature of the liquid being kept 
from rising by a cooling agent. Each drop of bromine unites with 
phosphorus to form phosphorus tribromide, and it reacts with the 
alcohol, producing ethyl bromide: 


PBr, + 3C2-H50H = P O3H3 + 3C2H,Br. 


The careful addition of bromine is continued until a.quantity cor- 
responding to that required by the equation has been used. The 
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mixture is then allowed to stand for some time, so that the reac- 
tion may be as complete as possible, the final product consisting 
chiefly of phosphorous acid and ethyl bromide. Since the latter 
boils at 38-4°, and the acid is not volatile, it is possible to separate 
them by distillation, which can be effected by immersing the flask 
containing the mixture in a water-bath heated above the tempera- 
ture mentioned. 

Action of Halogens on Hydrocarbons.—Only chlorides and 
bromides can be prepared thus, because iodine does not react with 
hydrocarbons. The method is seldom used for the preparation of 
alkyl halides, since, from two causes, mixtures of alkyl halides are 
obtained which are sometimes very difficult to separate: whereas, 
by employing other methods, these compounds are produced with- 
out admixture of similar substances. 

One of these causes is that whenever one molecule of a hydro- 
carbon C,H», 42 is brought into contact with one molecule of chlo- 
rine or bromine, the reaction does not take place merely as indi- 
cated by the equation 


С.Н +2 +С = Cy Hoa41Cl + HCl, 


but that compounds C,,H»,Cl2, C,H2,-1Cls, etc., are simultaneously 
formed, a portion of the hydrocarbon remaining unacted on. 


SCHORLEMMER observed the possibility of avoiding the formation 
of these higher substitution-products by bringing the halogens into 
contact with the vapour of the boiling hydrocarbons. 


The other cause is that the halogen replaces hydrogen in dif- 
ferent positions in the molecule. Thus, chlorine reacts with nor- 
mal pentane to form simultaneously primary and secondary amyl 
chiorides, 


СН; . СН, * СН» ° СН, ° CHCl and СН; . СН, * CH, «CHCI. СН» › 


ав сап be proved by converting these chlorides into the corre- 
sponding alcohols and oxidizing the latter (45). 

$3. The following table gives some of the physical properties 
of the alkyl halides, 
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$ Chloride. Bromide. Iodide. 
Ё Name. 

D Boiling- | Specific | Boiling-| Specific | Boiling-| Specific 
< point. | Gravity point. Gravity. point. Gravity. 
CH, {Methyl —23.7910.952(09) ^ 4.591.732(09) | 45° |2.293(18?) 
C,H, |Ethy 12.2910.918(8°)| 38-4%1-468(13°)} 72-3°1-944(14°) 
C,H, |n-Propyl 46-5°10-912(0°,| 71° |1.383(0°) | 102-5°1.786(0°) 
С.Н, |n-Prim. butyl] 78° |0-907(0°)| 101° |1-305(0°) | 1309. |1-643(09) 
C,Hu |n-Prim. amyl} 107° |0-901(0°,| 129° [1.246(0°) | 156° |1.543(0°) 





It will be noticed that only the lower chlorides and methyl 
bromide are gaseous at the ordinary temperature, most of the 
others being liquids, and the highest members solids. The 
melting-points of some of these compounds have been determined 


accurately : 





Alkyl-Group. Chloride. Bromide. Iodide. 1 
CH; Methyl —103 -6° — 90.8? — 660.1? 
оН, Ethyl —140.85? —119.0? — 110.9? 
CH; n-Propyl —122.5? — 109.85? .— 101.4? 





The specifie gravities of all the chlorides are less than 1, and 
diminish as the number of carbon atoms increases. The specific 
gravities of the lower bromides and iodides are considerably 
greater than 1, although they also diminish with increase in the 
number of carbon atoms, so that the highest members of the 
homologous series are specifically lighter than water. All are 
very slightly soluble in water, but dissolve readily in many organic 
solvents. The lower members have a pleasant ethereal odour. 

Chemical Properties.—In their action upon silver nitrate the 
alkyl halides differ very much from the halides of the metals. In 
aqueous or alcoholic solution the latter at once yield a precipitate 
of silver halide, the reaction being quantitative. On the other 
hand, silver nitrate either does not precipitate silver halide from 
a solution of the alkyl halides, or the reaction only takes place 
slowly. The explanation is the same as that given in 51, that in 
the first case the action is one between ions, and in the second 
between molecules. This proves that there are either no halogen 
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ions present in an alkyl halide solution, or at least that their 
number is very small. 

The alkyl halides can be converted into one another; for 
example, alkyl iodides can be obtained by heating the corre- 
sponding chlorides with potassium or calcium iodide. These 
reactions are often incomplete. 

The alkyl iodides are chiefly used for introducing alkyl-groups 
into organic compounds: 


Alkyl fluorides are also known, and are more volatile than the 
corresponding chlorides. They are obtained by the action of silver 
fluoride on an alkyl iodide, and in other ways. 


Esters of Other Mineral Acids. 


54. Esters of a great number of mineral acids are known. The 
general methods for their preparation are as follows. 
1. By the action of the acid on absolute alcohol: 


СН, ° * ON О» = Н.О +CoH, ° ОХО». 
Alcohol Nitric acid Ethyl nitrate 


2. By the action of an alkyl halide on a silver salt: 
SO,[Ag; 1-21|C;Hs — SO,4(C2Hg) a 4-2AgI. 


Ethyl sulphate 
3. By the action of mineral-acid chlorides on alcohols or alkox- 


ides: 
PO ОСН; = PO(OC;H5); -3NaCl. 
nere E 


The acid esters of sulphuric acid, called alkylsulphuric acids, 
are of some importance. LEthylsulphuric acid, or ethyl hydrogen 
sulphate, C3H5O -SO5- OH, is obtained by mixing alcohol with con- 
centrated sulphuric acid. The formation of this compound is never 
quantitative, because an equilibrium is reached in the reaction 
(93). The alkylsulphuric acids are separated from the excess of 
sulphuric acid by means of their barium (or strontium or calcium) 
salts, these compounds being readily soluble in water, while the 
sulphates are insoluble, or nearly so. It is only necessary to 
neutralize the mixture of sulphuric acid and alkylsulphuric acid 
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with barium carbonate, the product being a solution of barium 
ethylsulphate, сун, >8О„ The free ethylsulphuric acid is then 


obtained by the addition of the calculated quantity of sulphuric 
acid to this solution. At ordinary temperatures it is an odour- 
less, oily, strongly acid liquid, miscible with water in all propor- 
tions. The aqueous solution decomposes into sulphuric acid and 
alcohol, slowly at the ordinary temperature, but quickly at the 
boiling-point. 


Ethylsulphuric acid forms well-crystallized salts. Its potas- 
eium salt is used in the preparation of ethyl compounds; for exam- 
ple, ethyl bromide is readily prepared by the dry distillation of a 
mixture of potassium bromide &nd potassium ethylsulphate: 


KO-SO,.O. (CoH, . +BrlK = КО.бО,». OK +C.H;Br. 


en — a 
When free ethylsulphuric acid is heated, the neutral ethyl ester 
of sulphuric acid and free sulphuric acid are formed: 


80,« on +80, < OC LH. = 80,< on +850, < оь 


- Simultaneously, free sulphuric acid and ethylene are produced 
(115): 
ОН 


=бО, *oH 


+CH.. 


OC:Hs 
80, < OH 


The conversion of ethylsulphuric acid into ether is described 
in 56. 

Dimethyl sulphate, (CHs)2SO,, is obtained by the vacuum-dis- 
tillation of methylsulphuric acid: 


- 2CH;HSO, = (СН,),80, +Н,80,. 


It is an oily, very poisonous liquid, boiling at 188°, and is often em- 
ployed in the introduction of methyl-groups into organic compounds. 


* ba — jBa. 
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Ethers. 


55. The ethers are isomeric with the alcohols. Their cone 
stitution is proved by WILLIAMSON’s synthesis, the action of an 
alkoxide on an alkyl halide: 


C Ha, 1 ‚О. Ca Hon E CHa +1 -O-C,,Hom41 +Nal. 


This synthesis affords confirmation of the constitution of the 
alkoxides indicated in 39, that the metal occupies the place of 
the hydroxyl-hydrogen. For, supposing it were otherwise, the 
metal having replaced a hydrogen atom directly linked to carbon, 
then sodium methoxide, for example, would have the formula 
Na-CH,-OH. On treatment with ethyl iodide, this compound 
would yield propyl alcohol: 


СН, ° -CH,OH = СН, -CH,0H + №]. 


This reaction does not take place. Methylethyl ether, with the 
empirical formula of an alcohol, but none of its properties, is pro- 
duced instead. 


WILLIAMSON'S synthesis is also possible when the alkoxide is dis- 
solved in dilute alcohol (50 per cent.). Though so much water is 
present, the reaction is almost quantitative. It follows that the 
greater part of the sodium alkoxide must be present as such, and 
is therefore not decomposed by the water into alcohol and sodium 
hydroxide (50), because then the formation of the ether would neces- 
sarily be prevented. 


56. The best-known compound of the homologous series of 
ethers is diethyl ether, C2Hs-O-C.Hsg, usually called ‘‘ether.” 
This compound is manufactured, and also prepared in the labora- 
tory, from sulphuric acid and ethyl alcohol. For this purpose a 
mixture of five parts of alcohol (90 per cent.) is heated with nine 
parts of concentrated sulphuric acid at 130°-140°. When ether 
and water begin to distil, alcohol is allowed to flow into the dis- 
tillation-flask to keep the volume of liquid constant. Ether passes 
over continuously, but after about six times as much alcohol has 
been added as was in the first instance mixed with the sulphuric 
acid, the distillate becomes richer and richer in alcohol, and finally 
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the formation of ether stops altogether. Methylated spirit may be 
substituted for pure spirit, the product being called ‘‘methylated 
ether." 

The explanation of this process is as follows. The alcohol and 
sulphuric acid first form ethylsulphuric acid (54). Ethylsulphuric 
acid is decomposed by heating with water, the acid and alcohol 
being regenerated: 


C;H;5- [OSOsH + _ІОН = С,Н,.ОН +Н,80,. 


When, however, ethyl alcohol instead of water reacts with ethyl- 
sulphuric acid, ether and sulphuric acid are formed in an exactly 
analogous manner: 


CoH;-|0-SO3;3H+H -O-CoHs, = C;H5- O0. C; Hg -- H,SO,. 


The production of ether depends upon the formation of ethyl- 
sulphurie aeid, and subsequent decomposition of this compound 
into ethyl ether and sulphuric acid by the addition of more alcohol. 
Since the sulphurie acid is regenerated in this reaction, it yields 
a fresh quantity of ethylsulphuric acid, so that the process is con- 
tinuous. This would lead to the expectation that a small quane 
tity of sulphuric acid could convert an unlimited amount of alco- 
hol into ether, but this is not borne out by experience. The 
explanation is that in the formation of ethylsulphuric acid from 
alcohol and sulphuric acid, water is formed as a by-product: 


C5H;- |OH -- HISO,H = СН: SO,H + H20. 


This water partly distils along with the ether, but partly remains 
in the flask, decomposing the ethylsulphuric acid as formed into 
alcohol and sulphuric acid. When the amount of water inthe 
reaction-mixture exceeds a certain limit, it prevents the formation 
of ethylsulphuric acid altogether, thus putting an end to the pro- 
duction of ether. 

When another alcohol is allowed to flow into the original mix- 
ture instead of ethyl alcohol, shortly before the distillation begins, 
a mixed ether is obtained: 


C5H;- [SO4H -+Н].О.СЬН!, = C2Hs-0-CsH1: + H2804. 
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This reaction proves that the formation of ether takes place in 
the two stages mentioned above. 

SENDERENS found that addition to the liquid of 5 per cent. 
of its weight of sulphate of aluminium or lead causes the forma- 
tion of ether smoothly at 120°. 

Ethyl ether is also formed by passing alcohol-vapour over 
aluminium oxide at 240°-260°. 

Higher homologues of ethyl ether cannot be prepared by heat- 
ing the higher alcohols with sulphuric acid, even in presence of the 
sulphates named, only unsaturated hydrocarbons of the series 
C,H4, being produced. "These higher ethers must be prepafed 
by the interaction of alkyl halides and metallic alkoxides. 


The crude ether thus obtained contains water, alcohol, and small 
quantities of sulphur dioxide. It is left in contact with quicklime 
for several days, the water, sulphur dioxide, and part of the alcohol 
being thus removed. It is then distilled from a water-bath heated 
to about 55°. To remove the small quantity of alcohol remaining, 
it is extracted several times with small volumes of water, and the 
water run off. The ether is separated from dissolved water by dis- 
tillation, first over calcium chloride and finally over sodium. 


Diethyl ether is a colourless, very mobile liquid of agreeable 
odour, boiling at 35-4°, and solidifying at —117-6°. Pro- 
longed breathing of it produces unconsciousness, followed by but 
slightly disagreeable consequences on awakening. Ether is there- 
fore used in surgery as an anesthetic. It is slightly soluble in 
water, one volume dissolving in 11-1 volumes of water at 25°; 
water also dissolves slightly in ether (2 per cent. by volume 
at 12°). On account of its low boiling-point, ether is very 
volatile, and as its vapour is highly combustible, burning with a 
luminous flame, and producing an explosive mixture with air, it 
is a substance requiring very careful handling. Intense cold is 
produced by its evaporation, the outside of a flask containing it 
becoming coated with ice when the evaporation of the ether is 
promoted by the introduction of a rapid stream of air. 

In the laboratory, ether is an invaluable solvent and crystal- 
lizing-medium for many compounds, and is used for extracting 
aqueous solutions (23). It is also of great utility in many manu- 
facturing processes. 


ALKYL-RADICALS LINKED TO SULPHUR. 


57. The elements grouped in the same column of the periodic 
system (“Inorganic Chemistry,” 216-221) yield similar compounds, 
a fact traceable to their having equal valencies: they also have 
similar chemical properties. Experience has shown that organic 
compounds containing elements of such a group display the proper- 
ties of their inorganic analogues in every variety of similarity and 
dissimilarity, their points of resemblance and of difference being 
sometimes even more marked than those of the inorganic com- 


` pounds. A comparison of the oxygen compounds treated of up to 


this point with the sulphur compounds of similar structure will 
serve as an example. 

The alcohols and ethers may be regarded as derived from water 
by the replacement of one or both of its hydrogen atoms by alkyl. 
The corresponding sulphur compounds are similarly derived from 
sulphuretted hydrogen, and are represented thus: 


С.Н +1:5Н апд C,Ha,,;: S. C Hog a. 


The first are called mercaptans, and the second thioethers. 

The resemblance of these compounds to the alcohols and ethers 
is chiefly noticeable in their methods of formation, for if potas- 
sium hydrogen sulphide instead of potassium hydroxide reacts 
with an alkyl halide, a mercaptan is formed: 


C,Hoa+1+(KFK]-SH = C,Hoa41-SH+KX. 


Like the alcohols, the mercaptans have one, and only one, 
hydrogen atom in the molecule replaceable by metals. It is there- 
fore reasonable to suppose that the hydrogen atom thus distin- 
guished from all the others is linked te eulphur, the other hydrogen 


atoms being linked to carbon. 
80 
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Just as the ethers are formed by the action of alkyl halides on 
alkoxides, so the thioethers are obtained by treating the metallic 
compounds of the mercaptans, the mercaptides, with alkyl halides: 


С.В +1 S. OnHon4i т С.Н і *S-C,,Hom+1 +Nal. 


Water is a neutral compound, and sulphuretted hydrogen is a 
weak acid; in consequence alcohol does not form alkoxides with 
the bases of the heavy metals, whereas mercaptans yield mercap- 
tides with them. An alcohol soluble with difficulty in water, such 
as amyl alcohol, does not dissolve in alkalis; but the mercaptans, 
although insoluble in water, dissolve readily in alkalis, forming 
mercaptides. They therefore possess an acidic character. 


Mercaptans. 


58. The mercaptans can also be obtained by the action of phos- 
phorus pentasulphide upon alcohols: 


5C,, He, +1° OH + PS5 —› 5C, H2, 11 . SH; 


or by distilling a solution of potassium alkylsulphate with potas- 
sium hydrogen sulphide: 


СН: [О :SOgK + K. ISH = C2H5: SH + K504. 


They are liquids almost insoluble in water, with boiling-points 
markedly lower than those of the corresponding alcohols. Thus, 
methyl mercaptan boils at 6°, methyl alcohol at 66°, a striking 
phenomenon, sulphur being much less volatile than oxygen. It 
may be explained by assuming non-association of the mercaptan 
molecules, and association of the alcohol molecules. The mercap- 
tans are characterized by their exceedingly disagreeable odour, a 
property characteristic of almost all volatile sulphur compounds. 
Our olfactory organs are very sensitive to mercaptans, and can 
detect the merest traces of them, although quite unrecognizable 
by chemical means. The smell of the perfectly pure mercaptans 
is much less objectionable than that of the crude products. 

Many metallic compounds of the mercaptans are known, some 
of them in well-crystallized forms. The mercury mercaptides fur- 
nish an example of these bodies, and are produced by the action 
of mercaptans on mercuric oxide, whence the name of these com- 
pounds is derived (by shortening corpus mercurio aptum to mer- 
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captan). Many of the other heavy metals, such as lead, copper, 
and bismuth, yield mercaptides: the lead compounds have a 
yellow colour. The mercaptan is liberated from all mercap- 
tides by the addition of mineral acids. 


Thioethers. 


59. In addition to the methods given in 57 for the preparation 
of thioethers, the action of potassium sulphide, K,S, upon the salts 
of alkylsulphuric acids may be employed: 


2C.H; 0-SO.K +K,|S = (95:9. +2К,80,. 


Potassiym 
ethylsulphate 


~ The thioethers are neutral compounds with an exceedingly offen- 
sive odour, eliminated by heating with copper-powder. They are 
liquids insoluble in water, and yield double compounds with metallic 
salts, such as (C;H;).S-HgCl:. 

With one molecule of an alkyl iodide the thioethers form remark- 
able crystalline compounds of the type (C,H;);SI. These com- 
pounds, called sulphonium iodides, are readily soluble in water. 
Moist silver oxide replaces the I-atom by hydroxyl: 

(С,Н,),51 - AgOH = (C,H,);SOH + Agl. 

The sulphonium hydroxides thus obtained dissolve easily in water, 
and are very alkaline in reaction. They are strong bases, absorbing 
carbon dioxide from the air, and yielding salts with acids. In 
the sulphonium halides, such as (C,H;);S-Cl, sulphur is the only 
element to which the univalent alkyl-groups and univalent Cl-atom 
can be united, so that these substances must have constitutional 
formule of the type 


MN Нь 


CH,” MCI 


'The mercaptans resemble sulphuretted hydrogen in being slowly 
oxidized by contact with air, whereby they are converted into disul- 
phides like diethyl disulphide, 


C,H,-S-8 -C,H,. 
The hydrogen linked to sulphur has been removed by oxidation, so 
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that the disulphides have the constitution given above. A further 


- proof is their formation when potassium ethylsulphate is heated 
` with potassium disulphide, K;S;. 


Some inorganic compounds containing oxygen and sulphur 
exist. Similar substances are also known in organic chemistry. 
The sulphoxides, CoHa 1 7 8O, are formed by the oxidation of 
C, Hay, 1 
thioethers with nitric acid. "Their constitution is indicated by the 
fact that they are very easily reduced to thioethers. If the oxygen 
were linked to carbon, they would not behave in this manner, because 
neither alcohols nor ethers lose their oxygen by gentle reduction. 
The sulphones are compounds with theconstitution св 1>80,, 
n++2n+1 
as shown in 60. They are formed by energetic oxidation of the 
thioethers, and also by oxidizing sulphoxides. Nascent hydrogen 
is unable to effect their reduction. 


Sulphonic Acids. 


60. The sulphonic acids result when mercaptans undergo vigorous 
oxidation (with nitric acid). They have the formula С.Н: ‹8О,Н. 
During this oxidation the alkyl-group remains intact, for the sults 
of these sulphonic acids are also formed by interaction of an alkyl 
iodide and a sulphite: 

C,H,{I + K]SO,K = KI +C,H,SO,K. 

Since the sulphur in mercaptans is directly linked to carbon, the 
same is true of the sulphonic acids. This is further proved by 
the fact that on reduction the latter yield mercaptans. The struc- 
ture of ethylsulphonic acid is therefore CH,-CH,-SO,H. 

The group SO,H must contain a hydroxyl-group, because PCI, . 
yields with a sulphonic acid a sulphonyl chloride, CpHan+1°SO,Cl, 
from which the sulphonic acld may be regenerated by the action 
of water. The structure of the compound is therefore 


CH, " СН, 7 SO, б ОН. 


The alkylsulphonic acids are strongly acidic, very hygroscopic, 
crystalline substances, and are very soluble in water. 

In the sulphonyl chlorides, chlorine can be replaced by hydrogen 
in the nascent state. The bodies thus obtained have the formula 
C5H2n 41: SOH, and are called sulphinic acids. When an alkyl 
halide reacts with the sodium salt of & sulphinic acid, & sulphone 
(о) is formed: l 
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CH,SO,[Ns--BrjC;H, - CH 80; -- NaBr. 


This mode of preparation is a proof of the constitution of the 
sulphones. 

Selenium and tellurium compounds corresponding to most of these 
sulphur compounds are known, and have aíso a most offensive odour. 








ALKYL-RADICALS LINKED TO NITROGEN. 


I. AMINES. 


61. At the beginning of the last chapter (57) it was stated that the 
properties possessed by inorganic compounds are even more marked 
in their organic derivatives. The compounds to be described in 
this chapter afford another striking example of this phenomenon. 

The term amines is applied to substances which may be regarded 
as derived from ammonia by exchange of hydrogen for alkyl-radi- 
cals. The most characteristic property of ammonia is its power of 
combining with acids to form salts by direct addition: 


NH3+H-X= NH,-X. 


Tervalent nitrogen is thereby made quinquivalent, a change ap- 
parently intimately connected with its basic character. This 
property is also found among the alkylamines. They are, at least 
those low in the series, better conductors of electricity for the 
same molecular concentration of their aqueous solutions, and are 
therefore more strongly basic than ammonia itself (‘‘Inorganic 
Chemistry," 66 and 238). This applies also to the organic com- 
pounds corresponding to ammonium hydroxide, NH,OH. The last- 
named substance is not known in the free state, but it exists in 
the aqueous solution of ammonia. It is very unstable, being com- 
pletely deromposed into water and ammonia by boiling its solu- 
tion. It has only weakly basic properties, because there are but 
few NH,-ions and OH-ions in its aqueous solution, apparently 
because the compound NH,OH has a very strong tendency to 
break up into NH; and H20. Such a decomposition is, however, 
no longer possible for compounds containing four alkyl-groups in 
place of the four hydrogen atoms of the NH,-group, and experi- 
ence has shown that these compounds possess great stability. 
Since the nitrogen cannot revert to the tervalent condition, their 
.85 
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basic character, in comparison with that of NH,OH, is so strength- 
ened that they are ionized to the same degree as the alkalis, being 
almost completely dissociated in ;4,-normal solutions. 

The amines yield complex salts fully analogous to the platinum 
galt, (NH4)2PtCle, and the gold salt, NH,AuCl,, of ammonia. 


Nomenclature and Isomerism. 


62. The amines are called primary, secondary, or tertiary, 
according to whether one, two, or three hydrogen atoms of NH, 
have been exchanged for alkyl-radicals. The compounds NR,OH, 
in which R stands for an alkyl-radical, are called quaternary am- 
monium bases. 

Isomerism of the amines may be due to different causes. First, 
to branching of the carbon chain, just as in the alcohols and other 
compounds. Second, to the position occupied by the nitrogen in 
the molecule. Third, to both causes simultaneously. In addition 
to these, the primary, secondary, and tertiary nature of the amines 
must be taken into account. A compound C3HpN, for example, 
can be propylamine or isopropylamine, CH3-CH2-CH2-NHg2 or 


G> CH: NHs, primary; methylethylamine, C-H, > NB, second- 


СНз 
ary; or trimethylamine, CH3—N, tertiary. 
CH,” 


Methods of Formation. 


63. HoFMANN discovered that when an alcoholic or aqueous 
solution of ammonia is heated with an alkyl halide, the following 
reactions take place: 


І. C,Ho-Cl- pNHa- C Hos 1 NHo,HCl 4- (p—- 1) NHs. 


The alkyl halide is added to ammonia, NHs, a reaction analogous 
to the formation of ammonium chloride, NH,Cl, from ammonia, 
NHs, and hydrochloric acid, HCI. Part of the resulting hydro- 
chloride is decomposed by ammonia, with liberation of the 
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primary amine, the free base reacting with the alkyl halide in 
accordance with equation II.: 


II. С.Нәь+1 «Cl 4- CaH2n41 МН, = (C4H2541)2N H, HCl. 


Part of the secondary amine thus produced is also set free, and 
reacts according to equation III.: 


ПІ. = CyHon41°Cl+ (CoHon41)2NH = (CaHea+1)3N,HCI. 


The tertiary amine is also partly liberated, and reacts with the 
alkyl halide to yield the halide of a quaternary ammonium base: 


IV. (CaHan+2)3N + CaHon+1°Cl = (CaHon41)4N-Cl. 


It is assumed that excess of ammonia is employed; but even 
when it is otherwise, and in general for every proportion of alkyl 
halide and ammonia, the reaction takes place in these four phases. 
The final result is, therefore, that the primary, secondary, and tere 
tiary amines, and the ammonium base, are formed together. It 
is often possible, however, so to adjust the proportion of ammonia 
and alkyl halide, together with the duration of the reaction, ete., 
that a given amine is the main product, and the quantities of the 
other amines are small. The nature of the alkyl-group also exer- 
cises a great influence upon the character of the reaction-product. 

The separation of the ammonium bases from the ammonia and 
amines is simple, because, while the amines are liquids volatilizing 
without decomposition, or gases, the ammonium bases are not vol- 
atile. When, therefore, the mixture of the amine hydrohalides 
and the ammonium bases is distilled after addition of caustic 
potash, only the free amines pass over. 

To separate the primary amines from the mixture of the 
hydrohalides of the three amines, fractional crystallization is often 
employed for the lower members, methylamine, dimethylamine, 
and so on. The propylamines and those succeeding can be sepa- 
rated by fractional distillation. 

Various methods of preparing primary amines unmixed with 
secondary or tertiary are known (78, 96, 259, 268, and 349). 
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64. The velocity of the formation of tetraalkylammonium todides 
from triethylamine ‘and an alkyl iodide or bromide has been 
investigated by MENscHUTKIN. It is apparently a bimolecular 
reaction (“ Inorganic Chemistry,” 50) and therefore takes place 
according to the equation 


s= F —Ё(а— 2)(b—2), 


where s is the velocity, k the constant of the reaction, a and b the 
quantitites of amine and iodide per unit volume expressed in 
molecules, and х ће quantity of both which has entered into 
reaction after the time ¢. Solution of this equation by the 
integral calculus gives 

1 b(a— z) 
k— iab) Ka(b—2) 


l standing for the natural logarithm. | 

For the investigation of these velocities, weighed quantities 
of the amine and iodide are brought into contact in a suitable 
solvent, and the solution heated in a sealed tube at 100°, 2 being 
determined after the lapse of known intervals of time t. The 
value of k is found to be constant for every reaction: that is, 
if corresponding sets of values are substituted for £ and x in the 
equation, on solving it the same value is always obtained for k. 
The greater the molecular weight of the alkyl-radical, the smaller 
is k, although the decrease is not very marked: for example, when 
the amine reacts with propyl bromide, k=0-00165; with octyl 
bromide k —0-00110 (with acetone as solvent).. The equation is 
always applicable, being independent of the solvent used, as might 
be expected from the fact that it does not contain any term 
dependent upon the nature of the solvent. There was made, 
however, an unexpected observation of the extraordinarily great 
influence exercised by the nature of the solvent upon the values 
of k. Using hexane asa solvent, k =0-000180 for the combination 
of triethylamine and ethyl iodide: for methyl alcohol, on the 
other hand, k =0-0516, or 286-6 times as great. 

In many other instances the nature of the solvent exercises an 
important influence upon the velocity of .reaction, but a satis- 
factory explanation of the phenomenon is still lacking. 
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Properties. 


65. The primary, secondary, and tertiary amines are sharply 
distinguished from one another by their different behaviour towards 
nitrous acid, HO-NO. 


Primary amines yield alcohols, with evolution of nitrogen: 


C,H Мн 
ТОН = С„Нә„+: -OH + No = H,0. 


The reaction is fully analogous to the decomposition of ammonium 
nitrite into water and nitrogen: 





Н. 
НО 


М 
N 


He 


NH3-HONO = О 








Secondary amines yield nitrosoamines: 


(СН) aN[H -- HO) NO = (C,Hoa4+1)2N-NO+H,0. 


The lower members are yellowish liquids of characteristic odour, 
and are slightly soluble in water. They are easily reconverted into 
secondary amines by the action of concentrated hydrochloric acid 
(298): this is a proof of the structure given above, because if the 
nitroso-group were directly linked to a carbon atom either by its 
oxygen or by its nitrogen, it would not be possible thus to recon- 
vert the nitrosoamine into a secondary amine, 

Tertiary amines are either unacted on, or oxidized, by nitrous 
acid. 

Their behaviour with nitrous acid therefore affords a means of 
distinguishing the three classes of amines from one another. It 
also serves as a basis for the separation of the secondary and ter- 
tiary amines in the pure state from a mixture of the two. When a 
concentrated solution of sodium nitrite is added to a hydrochloric- 
acid solution of a mixture of the two amines, the secondary amine 
is converted into a nitrosoamine: this collects as an oil on the sur- 
face of the aqueous solution, and can be removed by means of a 
separating-funnel. The tertiary amine is not attacked, but re- 
mains in the aqueous solution in the form of a salt: it can be 
obtained by distilling with caustic potash. Any primary amine 
present is decomposed during the process. 
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Another method of distinguishing between primary, secondary, 
and tertiary amines consists in the determination of the number of 
alkyl-groups with which the amine can combine. For example, if 
8 compound C3HoN is propylamine, C3H7NHa, it should yield, when 
heated with excess of methyl! iodide, a compound 


CHin _ . 
(CH, I CeHigNI: 


or if CsHyN = vi >NH, the same treatment should yield 


QENI = Csu NI: or lastly, if CHN = (CHa)aN, there would be 


obtained (CH3)4NI=C,H)2NI. A titration of the iodine ion of 
the quaternary ammonium iodide formed determines whether 
C3H3N is primary, secondary, or tertiary. 


HorFMANN'S test for primary amines is described їп уу, 
Individual Members. 


66. The lower members are inflammable gases, and are very 
soluble in water; thus, 1150 volumes of methylamine dissolve in 
one volume of water at 12-5°. The succeeding members have low 
boiling-points, and are miscible with water in all proportions. 
Both they and the lower members have a characteristic ammo- 
niacal odour, like boiled lobsters. The higher members are odour- 
less and insoluble in water. The specific gravities of the amines 
are considerably less than 1, that of methylamine being only 0-699 
at —11°. The following table indicates the variations of their 
boiling-points. 





Methylamine occurs in Mercurialis perennis: it is readily pre- 
pared by the interaction of ammonia and dimethyl sulphate. Di- 
methylamine (299) and trimethylamine are constituents of herring- 
brine. 
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Trimethylamine, (CH;);N, can be readily prepared by heating 
ammonium chloride with formaldehyde (‘‘ Formalin,’ 108) in an 
autoclave at 120°-160°: 


2NH; t 9CH,O = 2(CH;),N + 3CO, + 3H,40. 


Tetramethylammonium hydroxide, (CH3)4N-OH, is obtained by 
treating a solution of the corresponding chloride in methyl alcohol 
with the equivalent quantity of caustic potash. After filtering off 
the precipitated potassium chloride, the solution is diluted with 
water, and evaporated in vacuo at 35° to remove the alcchol. The 
base crystallizes out as hydrates, which are very hygroscopic and 
absorb carbon dioxide readily. It is decomposed by heat into 
trimethylamine and methyl alcohol: 


(CH3)4N : OH = (CH3) 3N + CH0H. 


The higher ammonium bases are converted by dry distillation 

into a tertiary amine, water, and a hydrocarbon CnHan: 
(C2H5)4N-OH = (C2H5)3N +C2H, + H20. 
Triethylamine Ethylene 

The structure of the ammonium bases is thus explained. Only 
the nitrogen atom is able to link to itself the four univalent alkyl- 
groups and the univalent hydroxyl-group. It must be assumed 
to be quinquivalent in these compounds, and the constitution of 
the ammonium bases is therefore 


C, H3, 1 
Cs Hos iN « Нан, 
C; Hop 


n, m, p, and r being similar or dissimilar. 


бу. Alkyl-derivatives of hydrazine or diamide, H:N - NH;, are also 
known. Among the methods for their preparation may be men- 
tioned the direct introduction of an alkyl-group into hydrazine, and 
the careful reduction of nitrosoamines (65). They have little power 
of resisting oxidizing agents, reducing an alkaline copper solution, 
for example, at the ordinary temperature. 
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› II. NITRO-COMPOUNDS. 


68. When silver nitrite reacts with an alkyl iodide, two com- 
pounds are formed, both with the empirical formula C,H», ,;NObz, 
but having different boiling-points. From ethyl iodide, for ex- 
ample, a substance C2H;sNOz, boiling at 17°, and another boiling 
at 113°-114°, are obtained. The two isomerides are therefore read- 
ily separated by fractionation. 

The compound of lower boiling-point is decomposed into aleohol 
and nitrous acid by the action of caustic potash. It must there- 
fore be looked upon as an ester of nitrous acid, being formed thus: 


С.Н -ONO = С.Н, +1 -ONO + А5]. 


When these esters, or alkyl nitrites, are reduced, they are con- 
verted into an alcohol and ammonia. 
~ The compound boiling at the higher temperature behaves quite 
differently. It is not converted into a nitrite and alcohol by the 
action of alkalis, and on reduction its two oxygen atoms are replaced 
by two hydrogen atoms, with formation of a primary amine: 


C; H2, 41 №, э С.Н +1 NH;. 


The last reaction shows that the nitrogen in this class of 
compounds is directly linked to carbon, because it is so in the 
amines. The oxygen atoms can be linked only to the nitrogen, 
because the reduction to amine takes place at the ordinary tem- 
“perature. Under these conditions it is not possible to replace 
oxygen directly linked to carbon, for neither alcohols nor ethers 
are reduced at low temperatures to substances not containing 
oxygen. This leads to the conclusion that these substances, called 
nitro-compounds, have the constitution C,H5,,; —NO3. 

Nitro-compounds therefore contain a group NOs, the nitrogen atom 
being directly linked to carbon; this group 1s called the nitro-group. 


The generation of nitrite and nitro-compound may be explained 
by assuming the production of the nitrite to be a regular ionic 
reaction, and that of the nitro-compound to be preceded by the 

Ag-O-N-O 
formation of an addition-product, См, subsequently 
I CH, 
decomposed with fission of silver iodide. 
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It has, in fact, been stated that a dilute, aqueous solution of 
potassium nitrite is converted by dimethyl sulphate into methyl 
nitrite only, but that a concentrated solution yields up to 25 per 
cent. of nitromethane. 

The names of these compounds are formed from those of the 
saturated hydrocarbons by means of the prefix nitro. The com- 
pound CH,NOgz is thus nitromethane; Co2HsNOz is nitroethane; and 
so on. The members of this homologous series are called nitro- 
paraffins. They are colourless liquids of ethereal odour: the lower 
members are slightly soluble in water. They all distil without 
decomposition. 

69. The nitro-derivatives have a number of characteristic pro- 
perties, among them the possession of one hydrogen atom replaceable 
by alkali-metals, especially sodium. Thissodium compound is most 
readily obtained by the action of sodium ethoxide or methoxide upon 
the nitro-compound in absolute-alcoholic solution. А бое, white, 
crystalline precipitate is thus formed, that from nitroethane, for 
example, having the composition C2H,NaNQ,. The insolubility 
of these sodium compounds in absolute alcohol is sometimes em- 
ployed in the separation of the nitroparaffins from other substances. 

This power of exchanging hydrogen for sodium only exists 
when at least one hydrogen atom is linked to the carbon atom 
carrying the nitro-group. As from nitroethane, a metallic com- 
pound is obtained from secondary nitropropane, 


CHs-CH< KG? 


but tertiary nitrobutane, 
СНз 
Сн С. NOs, 


does not yield any de metallic derivative. The struc- 
ture of these metallic compounds is considered in 322. 

When an alkaline solution of a nitro-compound is brought into 
contact with bromine, one (or more) of its hydrogen atoms linked 
to the same carbon atom as the nitro-group is replaced by bromine. 
This reaction is analogous to the substitution by metals, it being 
still possible, for example, to ESERE ong bromine atom into 


CH -CHBrNOz, but not into cH,.cZer CHa 
NNOs. 
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70. The behaviour of nitro-compounds with nitrous acid is very 
characteristic, and affords a method of distinguishing between pri- 
mary, secondary, and tertiary nitro-derivatives. The reaction is car- 
ried out by adding’ sodium nitrite to an alkaline solution of the 
nitro-compound, and acidifying with dilute sulphuric acid. From 
& primary nitro-compound, an alkylnitrolic acid is formed: 


cn. cf +@хон = cmc ОН +н. 
NNO s Ethylnitrolic acid 


The constitution of these compounds is indicated by their produc- 
tion from a dibromonitro-compound by the action of hydroxylamine, 


H:NOH: 
08, Cs FHINOE ~ CH,-CZ NO. +2HBr. 
NO: 


The alkylnitrolic acids dissolve in alkalis, yielding metallic com- 
pounds of blood-red colour, this reaction affording a characteristic 
test for them. They crystallize well, but are by no means stable. 

When similarly treated, the secondary nitro-compounds yield 
pseudonitroles. They contain the group =C < NO,’ 


H H+HO|NO _CH NO 
Propylpseudonitrole. 

When solid, the pseudonitroles are colourless, crystalline sub- 
stances, but have an intense blue colour in the fused state or in 
solution. This characteristic serves as a test for them. 

Lastly, the tertiary nitro-compounds are not acted on by nitrous 
acid. 

Among the other properties of nitro-compounds is their decom- 
position into the acid with the same number of carbon atoms and 
hydroxylamine, by heating with hydrochloric acid: 


CH;.CH,.NO; -H;O — CH:-COOH + H:NOH. 
Nitroethane Acetic acid Hydroxylamine 


The mechanism of this reaction is explicable on the assumption that 
the nitro-compound is first transformed into a hydrozamic acid: 


R-CH;NO, — R-CZ OR... 


Hydroxamic acid 
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The hydroxamic acid is then converted by the water present into 
the acid and hydroxylamine: 
NOH О 
R.Ofog Hi -R-CX oj -HNOH. 
Acid Hydroxylamine 


ALKYL-RADICALS LINKED TO OTHER ELEMENTS. 


I, ALKYL-RADICALS LINKED TO ELEMENTS OF THE NITROGEN 
GROUP. 


71. Ammonia unites readily with acids, with formation of salts. 
Phosphine, PH3, also possesses this property, although the phos- 
phonium salts, PH,X, are decomposed even by water into an acid 
and phosphine. The basic character has wholly disappeared in 
arsine, AsHs3, and stibine, SbHs. 

Ammonia cannot be easily oxidized, and is unacted on by the 
oxygen of the atmosphere at ordinary temperatures. On the 
other hand, the hydrides of phosphorus, arsenic, and antimony are 
readily oxidized. 

All these properties are displayed by the compounds of these 
elements with alkyl-radicals. 


Phosphines. 


7a. The amines yield stronger bases than ammonia. Similarly, 
the phosphines-form stronger bases than phosphine. Jn both cases 
this property becomes more marked as the number of alkyl-groups 
replacing hydrogen atoms increases. The salts of the monoalkyl- 
phosphines, for example, are decomposed by water, whereas those 
of the dialkylphosphines and trialkylphosphines are not. The 
quaternary phosphonium bases, PR,OH, are as strongly basic as 
the ammonium bases. When a phosphonium base is heated, it 
does not, like an ammonium base (66), decompose into an alcohol 
(orC,H2,n +H:0) and a trialkyl base, but into a hydrocarbon C,Han4+¢9 
and an oxygen compound: 


(С.Н,),Р е ОН = С.Н, + (C;H;),PO. 


This substance is called triethylphosphine oxide. In this reaction 
the great affinity between phosphorus and oxygen plays an impor- 
96 
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tant part. This affinity is also indicated by the ease with which the 
phosphines undergo oxidation, a change effected even by the action 
of the air. Nitric acid oxidizes phosphine, PHs, to phosphoric 
acid, OP(OH)s: in an analogous manner the phosphines take up 
one oxygen atom, and in addition as many oxygen atoms as there 
are hydrogen atoms directly linked to phosphorus: 


CHP gives Eo P:0, — CPP gives Ce P:0; 


Monomethylphosphinic Dimet hyiphosphinie 
acid acid 


and (CH,);P gives  (CH,),P:O. 


Trimethylphosphine oxide 


The constitution of these compounds is established by a variety 
of considerations: for instance, by the fact that the monoalkylphos- 
phinic acids are dibasic, that the dialkylphosphinic acids are 
monobasic, and that the trialkylphosphine oxides have no acidic 
properties. 

The phosphines are colourless liquids of penetrating, stupefying 
odour. Methylphosphine, CH;PH,, is a gas: in very small quan- 
tities triethylphosphine has an odour of hyacinths. 

Methods of Formation.—Only tertiary phosphines and phospho- 
nium compounds are formed by the action of alkyl halides upon 
phosphine, PH,. Primary and secondary phosphines are obtained 
by heating phosphonium iodide, PH,I, with an alkyl iodide and 
zinc oxide. 


| Arsines. 


73. The primary and secondary arsines, H,AsCH, and HAs(CH)),, 
are obtained by reduction of monomethylarsinic acid and dimethyl- 
arsinic acid, (CH;)HAsO-OH and (CH;),AsO-OH, by amalgamated 
zinc-dust and hydrochloric acid. Both are immediately oxidized 
by the air. Tertiary arsines do not yield bases with water. They 
are formed by the action of a zinc alkide on arsenic chloride, AsCl,, 
and from sodium arsenide and an alkyl iodide: 


AsNa, + 3C;H,I == As (C,H,) 3 + 3Nal. 


Quaternary arsonium bases, however, have strongly marked basic 
properties. They are prepared by the addition of alkyl halides to 
tertiary arsines, and treatment of the resulting halide with silver 
hydroxide. 


98 


ORGANIC CHEMISTRY. [$ 74 


The best-known arsenic derivatives containing alkyl-radicals are 
the cacodyl compounds. They were investigated by BUNSEN, who gave 
them this name in consequence of their offensive smell. They are 
very poisonous. The name cacodyl is applied to the univalent group 


CHi? As—. Cacodyl ozide, [(CH,)+As}O, is formed by distilling 


arsenious oxide with the acetate of an alkali-metal. All the other 
cacodyl compounds are obtained from cacodyl oxide; thus, cacodyl 
chloride, (CH,),AsCl, is prepared by heating the oxide with hydro- 
chloric acid, and cacodyl, (CH;),As-As(CH;),, by heating the chlo- 
ride with zinc in an atmosphere of carbon dioxide. When brought 
into contact with air, both ignite spontaneously. 


I ALKYL-RADICALS LINKED TO THE ELEMENTS OF THE 
CARBON GROUP. 


74. The elements in each group or column of the periodic system 
are divided into two sub-groups: in one the elements are electro- 
positive and base-forming; in the other electro-negative and acid- 
forming ('* Inorganic Chemistry," 216). In the first division of the 
carbon group are titanium, zirconium, and thorium; in the second, 
carbon, silicon, germanium, tin, and lead. Only elements belonging 
to electro-negative sub-groups are capable of yielding alkyl-compounds, 
this being true not only of the carbon group of elements, but also 
of the elements of the other groups. In 1870 MENDELE£rFr for 
this reason predicted that the then unknown element germanium 
would, in accordance with its position in the periodic system, yield 
alkyl-derivatives; this prediction was confirmed by the researches 
of WINKLER, to whom science is indebted for the discovery of this 
element. Titanium belongs to the electro-positive sub-group, and 
though in many respects it resembles silicon, it has not been possible 
to prepare its alkyl-derivatives. 

Like carbon, the elements silicon, germanium, tin, and lead are 
quadrivalent. Numerous attempts have been made to prepare com- 
pounds containing chains of silicon atoms resembling the carbon 
chains. They have not been successful, no compounds containing a 
chain of more than three silicon atoms having been prepared. As 
far, therefore, as is at present known, silicon lacks the power of 
forming long chains like those present in many carbon compounds. 
On account of this defect, a ‘‘ Chemistry of Silicon," analogous to 
the '* Chemistry of Carbon," is not possible, the phenomenon having 
a threefold origin: 
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(1) The linking between silicon atoms (Si—Si) is endothermic, 
whereas that between carbon atoms (C—C) is exothermic. 

(2) Most organic silicon compounds are readily decomposed by . 
bath water and oxygen. 

(3) Such compounds are very subject to polymerization, with 
formation of amorphous powders. 

Introduction of a single silicon atom into organic substances 
containing many carbon atoms produces derivatives of a character 
differing little from the corresponding carbon compounds. 
For example, silicon tetraethide, Si(C:Hs)., and tetraethylmethane, 
C(C;H;), are known. Both are liquids, and are not acted upon by 
either fuming nitric acid or fuming sulphuric acid at ordinary tem- 
peratures, but yield substitution-products with chlorine. Silicohep- 
tane, (C2H;):SiH, has a petroleum-like odour, a resemblance to tri- 
ethylmethane, (C:H;):CH. 


III. METALLIC ALKIDES. 


75. When excess of ethyl iodide is warmed with zinc, а white 
crystalline compound, C2H;Znl, is formed, and on stronger heat- 
ing it yields zinc ethide, Zn(C2H5)2, and zinc iodide: 

2C9H ,ZnI = 20(СНь) +211. 


Zinc ethide can be separated by distillation, which must be per- 
formed in an apparatus filled with an inert gas, because this com- 
pound, like the other zinc alkides, burns spontaneously when ex- 
posed to air. 

The metallic alkides are colourless liquids, heavier than water. 
Zine methide boils at 46°, zinc ethide at 118°, and zinc propide at 
146°. 

When an alkyl iodide reacts with a zinc alkide, a saturated 
hydrocarbon is formed: 


CH; T.CH, 
CH; > +] CH = ZnIs +2CH3-CHs3. 


Water converts zinc alkides into saturated hydrocarbons and 
zinc oxide: 
Zn(CH3)s - H50 = 2CH, + ZnO. 


The halogens react very energetically with zinc alkides, yield- 
ing alkyl halides. 
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Sodium alkides of the type of sodium methide, CH3-Na, 
are formed by the interaction of sodium and mercury alkides. 
They are colourless, amorphous powders, are not dissolved by 
indifferent solvents, and ignite spontaneously on contact with air. 

Very remarkable compounds of magnesium have been obtained 
by Grienarp. When magnesium-turnings are brought into con- 
tact with a dry ethereal solution of an alkyl iodide, one gramme- 
molecule of the latter being employed for each gramme-atom of 
magnesium, a reaction ensues, the heat evolved raising the ether to 
the boiling-point. When sufficient ether is present, all the mag- 
nesium dissolves, forming an alkyl magnesium iodide, C,Ho,41-Mg-I. 
This is combined with one molecule of ether, because on evap- 
oration to dryness the residue still contains equimolecular propor- 
tions of ether and the metallic compound. 

The alkyl magnesium halides of the type R-Mg-X can also be 
obtained free from ether by dissolving the alky] halide in benzene, 
light petroleum, and other solvents, adding magnesium, and induc- 
ing the reaction by the introduction of a small quantity of a ter- 
tiary amine or of ether as a catalyst. 

Unlike the zinc alkides, the alkyl magnesium halides do not 
iznite spontaneously when brought into contact with air. They 
are often employed for syntheses, notably those of the secondary 
and tertiary alcohols (102). _ 

The alkyl magnesium halides are decomposed by water, with 
formation of ‘saturated hydrocarbons: 


Cn Hon +1 -Mg C TH30 = C, Hos 42 +Mg (OH) CI. 


Mercury alkides are prepared similarly to zinc alkides. They 
do not ignite in the air, are not attacked by water, and are danger- 
ously poisonous. Such compounds as C.H;-Hg-OH are weak 
bases. 

Alkyl-derivatives of beryllium, magnesium, cadmium, alumin- 
ium, thallium, and lead have also been obtained, some by the aid 
of GrIGNARD’s alkyl magnesium halides. A typical instance is the 
formation of tin ethide by the interaction of stannic bromide and 
ethyl magnesium bromide: 


SnBr, -4C;H;- Mg: Br - Sn(CiH4), 4-4 MgBnrs. 





NITRILES AND ISONITRILES. 


76. When potassium ethylsulphate is distilled with potassium 
cyanide or anhydrous potassium ferrocyanide, K,Fe(CN)e, a liquid 
of exceedingly unpleasant odour is obtained. By fractional distil- 
lation it can beseparated into two substances, both with the formula 
C3HsN. One is called ethylcarbylamine, and is only present in 
amall proportion: it boils at 82°, and has a disagreeable smell like 
that of the original mixture. The other constitutes the main por- 
tion, and is called ethyl cyanide: it boils at 97°, and after purifica- 
tion has a not unpleasant odour, which is much less penetrating 
than that of ethylearbylamine. 

When acted upon by inorganic acids, these isomerides yield quite 
different decomposition-products. Ethylcarbylamine is attacked 
at ordinary temperatures: the oily layer floating on the surface of 
the acid dissolves completely, and the disagreeable odour 
disappears. Formic acid, CH2O2, can be obtained from this 
solution by distillation; and on addition of caustic potash to the 
residue in the distilling-flask and subsequent distillation, ethyl- 
amine, C4H5NH,;, passes over, indicating that the nitrogen atom 
in ethylearbylamine, C3H5N, is directly united with the ethyl- 
group: 

C3H;N +2H,O= =CH202 -C;3H5NH3. 


Ethylearbylamine Formic acid Ethylamine 


Ethyl cyanide is only slowly attacked by inorganic acids at 
ordinary temperatures, but heating accelerates their action. On 
warming the mixture in a flask with a reflux-condenser and subse- 
quent distillation, propionic acid, C3H6O2, passes over. This acid 
contains the same number of carbon atoms as ethyl cyanide, C3H 5N. 
On making the residue in the flask alkaline and again distilling, 
ammonia is obtained. The nitrogen atom in ethyl cyanide can- 
not, therefore, be in direct union with the ethyl-group: 


C3H5;N+2H20 =C3H602+NH3. 


Ethyl cyanide Propionic acid 
These facts indicate that the nitrogen atom in ethylcarbylamine 
is in direct union with the ethyl-group, and that the three carbon 
101 
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atoms are not directly united, since one of them can be eliminated 
with production of formic acid. In ethyl cyanide, on the other 
hand, there must be a chain of three carbon atoms like that in 
propionic acid (80), and the nitrogen cannot be directly linked to 
the ethyl-group. These facts are expressed by the constitutional 
formule 
I. CoHs—NC, II. CH;—CN. 
Carbylamine Cyanide 

On account of their method of formation, each must contain the 
group CN. 

Compounds with a structural formula like I. are named carbyl- 
amines orison:triles; those with a structural formula likeIl.arecalled 
cyanides or nitriles. The names of the former are derived from 
the alkyl-radical they contain, thus methylcarbylamine, ethylcar- 
bylamine, etc. The latter can be designated analogously methyl 
cyanide, ethyl cyanide, etc., but are usually called nitriles and are 
named after the acid from which they are derived. Thus CH3-CN 
is acetonitrile, and C2H,-CN propionitrile, and so on. 

The constitution of the groups —CN and —NC requires further 
consideration. They are represented as —C=N and —N—C, 
the first with a triple, and the second with a double, bond 
between C and N (cf. 119). 


In Ner’s view, the carbylamines furnish one of the few examples 
of compounds with a bivalent carbon atom. He proved the formula 
R.N:C to represent the constitution of the carbylamines by 
demonstrating that addition of halogens, hydrogen halides, sulphur, 
and: other substances only takes place at the carbon atom, with 
formation of compounds of the type Re-NCX,, R-NCHX, R-NCS, 
and so on (cf. 130 and 261). 


Carbylamines. 


77. Carbylamines are the principal product of the interaction 
of alkyl iodides and silver cyanide. They can also be obtained 
unmixed with nitriles by the action of caustic potash and chloro- 
form, CHCl3, upon primary amines: 


C2HsN|He|+ СЇНСЫ T3KOH -3KCIl4-3H20 - CH; - NC. 


On account of the disagreeable and characteristic odour of the 
carbylamines, this reaction affords an exceedingly delicate test for 
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primary amines. Secondary and tertiary amines are not converted 
into carbylamines by this reaction, since they lack two hydrogen 
atoms in direct union with the nitrogen atom of the amine. 

The carbylamines are colourless liquids, very stable towards 
alkalis, but readily converted by acids into a primary amine and 
formic acid. With dry hydrochloric acid in ethereal solution 
they yield unstable addition-products, such as 2CH3;NC-3HCl. 


Nitriles. 
78. Nitriles are the chief product obtained when potassium 
cyanide reacts with alkyl iodides (cf. 77), or when it is submitted 
to dry distillation with potassium alkylsulphate. Sometimes 


anhydrous potassium ferrocyanide, K4Fe(CN)eg, can be advan- 
tageously substituted for potassium cyanide. 


Nitriles can be prepared by the action of an alkaline bromine 
solution on the higher primary amines: 
C-H “СН, * NH: +2Br, +2Na0H = C-H, CH, ? NBr: +2NaBr +2H,0; 
С.Н „С | Н.Х [Br -H2NaOH = C,HuCN +2NaBr +2H,0. 


Nitriles are also formed by passing esters mixed with ammonia 
over oxide of aluminium or of thorium heated at 480°-500°: 


R-COOR’+NH; =R-CN +R’*OH +H.0. 
Other methods of preparation are mentioned in 96 and 103. 


The nitriles are liquids of characteristic odour, soluble in water, 
and havinz specific gravities about 0-8. They are converted not 
only by acids, but also by warming with alkalis, into fatty acids 
containing the same number of carbon atoms and ammonia, a 
process called hydrolysis. They form addition-products with many 
substances, by conversion of the triple bond between nitrogen and 
carbon into a single bond. An example of this reaction is the 
addition of nascent hydrogen (MENDIUs): 


CoH; CN +4H = CoHs-CHe-NHg. 
This produces a primary amine (63) with the same number of 
carbon atoms as the nitrile, the yield being very good for the 
higher members when sodium is brought into contact with a 
mixture of the nitrile and boiling absolute alcohol. 


A description of a number of other addition-products of the 
nitriles is given in 97. 


ACIDS, C,H4,0». 


79. Àn addition-product is formed by the interaction of 
GniGNARD's alkyl magnesium halides (75) and carbon dio-ide. 
Since magnesium exhibits great affinity for oxygen, this reaction 
can be explained by assuming the release from the alkyl-radical 
of the group—MgX, X representing halogen; and its subsequent 


union with an oxygen atom of the carbon dioxide, c o being 


converted into ©, Y As this new group and the alkyl- 
g 


radical previously attached to the group —MgkX have one free 
carbon bond apiece, the two groups may be assumed to unite 


to form a compound C,Hen4:—C This addition- 


MgX 
product is decomposed by water, yielding an acid: 
OH 


CHa cl? H0=C,Ha C” 4M | 

an+1 Nomex’ 2 2+1 NOH K 
In accordance with these reactions the acids C,H2,O02 contain 

the group -—C in union with an alkyl-radical. This view is 


supported by the formation of these compounds by other methods. 

Amongthemiistheirsynthesis by theinteraction of an alkyl iodide 
and potassium cyanide, followed by hydrolysis of theresulting nitrile. 
This hydrolysis consists in the addition of the elements of water, 
and entails breaking the bonds between carbon and nitrogen in the 
group —C=N. Ifany other bond ina nitrile CH3-CH2-CH,....CN 
were released, it would involve a severance of the carbon 
chain, and prevent the formation of an acid containing the same 
number of carbon atoms as the nitrile. The hydrolysis of the 
nitrile, in which an acid and ammonia are formed, may therefore 
be explained by assuming that the molecules of water are resolved 
into H and OH, the hydroxyl uniting with the carbon, and the 
hydrogen with the nitrogen. By a threefold repetition of this the 
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nitrogen is converted into ammonia, the three bonds between car- 
bon and nitrogen, in the nitrile, being severed: 


ZR 
CH,.CLOH HS 
PH Hn 


The formula of the acid formed is not CHg3.COg4Hs, but 
CH;-CO2H, containing one molecule of water less. When one 
molecule of water is eliminated from CH 3-CO3Hs3, there results 

olf 6 | 
CH;-C|OH -» CH3 -C< OH’ ® substance containing the carboryl- 
OH 


group. 

In this explanation of the formation of acids, the existence of 
an intermediate compound containing three hydroxyl-groups is 
assumed. Such substances are not known, but the assumption 
seems by no means improbable, because compounds containing 


| / Cas 
three alkoxyl-groups exist; for example, СНз.С< ОСН, 
ОСН 


š 215 
They are called ortho-esters (149). 

The acids C,H2,O2 can be formed by the action of carbon 
monoxide on metallic alkoxides under the influence of heat: 


CH3-ONa +СО = СНз .СООМа. 


The formation of an addition-product between CH3-ONa and CO 
can be explained by the assumption that the alkoxide first decom- 
poses into CH3 and ONa. 

It is mentioned in 45 and 46 that oxidation converts the primary 
alcohols into acids of the general formula C,H54,0$, with the same 
number of C-atoms in the molecule. In this reaction the group 
—CH,0OH is oxidized to —COOH. 


The higher primary alcohols can also be transformed into the 
corresponding acids by heating them with soda-lime, free hydrogen 
being evolved: 

CiH4;. CH,OH 4-NaOH -C,;H4.COONa --2H;. 
Stearyl alcohol Sodium stearate 


Other methods are described in 98, 145, 164, 232, and 233. 
The presence of hydroxyl in the carboxyl-group is proved by 
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the action of the chlorides of phosphorus, which replace the OH- 
group by Cl, as with the alcohols. 

In each molecule of the acids of this series there is one hydrogen 
atom replaceable by metals. Only the carboxyl-hydrogen atom is 
in direct union with oxygen, and its special position suggests that 
it is the replaceable atom. The truth of this supposition has been 
proved by treating silver acetate, C2H302Ag, with ethyl iodide: 
ethyl acetate is formed, and not butyric acid, which would result 
if the Ag-atom were attached to the methyl C-atom; thus, 
CH,Ag-COOH. 

8o. The lower members of this series of acids are liquid at 
ordinary temperatures. They can be distilled without decomposi- 





Fig. 27.—MELTING-POINT CuRVe or THE Fatry Acta, 


tion, and have a very irritating and strongly ‘acid odour in the 
ecncentrated state. They are miscible in all proportions with 
water. The middle members (C4—Cg) have a disagreeable rancid 
smell. They are of an oily nature, and do not mix with water in 
all proportions. The higher members, beginning at Cj9, are solid at 
ordinary temperature, without odour, and resemble paraffin-wax 
in character. They are almost insoluble in water, and cannot 
be distilled at the atmospheric pressure without decomposition. 
All the acids of this series dissolve readily in alcohol and 
ether. Except the first member, they are very stable towards 
oxidizinz agents. 
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The acids of the series C,H2,Oz are called fatty acids, some of 
the higher members having been first obtained from fats. 

Many of the fatty acids are natural products, occurring either 
in the free state or as esters, and are of great theoretical and tech- 
nical importance The table contains the names, formule, and 
certain physical constants of the normal-chain acids of the series 
C,H2,0,. 


Name Formula. Melting-point. |Boiling-point.| Specific Gravity: 
Formic acid. ...... СН,О, 8-3? 101? 1-2310 (10°) 
Acetic acid........ С.Н О, 16.671°* 118° 1.0532 (16°) 
Propionic асіа..... C;H.O2 — 22° 141° 0-9985 (14°) 
Butyrie acid. ...... C,H,04 — 98.12? 162? 0.9599 (19.19) 
Valeric acid кл: ЖООР CHO: — 58. 5° 1£6° 0-9560 (0°) 
Caproic acid....... CH0: — 1-5° 205° 0-9450 (0°) 
Heptylic acid...... С.Н, Оз —10-5° 223° 0-9186 (17-2°) 
Caprylic acid...... CsHieOs 16-5° 237-5° | 0-9100 (20°) 
Nonylie acid.. .....| СНО, 12.5? 254? 0.9110 (м.р.) 
Capric acid........ СьН»О» 31-4° 269° 0-930 (37°) 
Pa mitic acid Swe E Ci Has 62-618? 209? t — 
Margaric acid...... С НО» 60° 277° { — 
Stearic acid....... Ci4H3«Os 60-32? 287° ft — 

* At 760 mm. f At 100 mm. 


Although the boiling-points rise with increase in the number 
of C-atoms in the molecule, the melting-points of the acids with an 
even number of C-atoms are higher than those of the acids imme- 
diately preceding and succeeding them, with &n odd number of 
C-atoms (Fig. 27). This phenomenon has also been observed in 
some other homologous series. 

The residual groups which would result by elimination of hy- 
droxyl from fatty-acid molecules are unknown in the free state, 
but named after the corresponding acids by changing the termina- 
ation “ic” into “yl”; thus, 

H-CO Formyl, 
CH3-CO Acetyl, 
C2H;.CO Propionyl, · 
C3H7-CO Butyryl, 
С.Н, .СО Valeryl, 


etc. 
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Formic Acid, H-COOH. 


81. Formic acid derives its name from its presence in ants 
(Latin, formica). It is manufactured by passing carbon monoxide 
at a pressure of eight atmospheres over soda-lime at 210°; and 
formate is also produced by the interaction of potassium hydrogen 
carbonate and hydrogen at a pressure of sixty atmospheres 
and a temperature of 70°. Palladium-black must be employed 
as a catalyst. 

Moissan discovered a mode of synthesis from carbon dioxide 
and potassium hydride: 

K-H+C02+H-COOK. 


A convenient laboratory method for the production of formic 
acid is described in 153. Formic esters can be prepared by the 
interaction of carbon monoxide and alcohols under pressure, with 
alkoxides as catalysts: 


К.ОН+СО = Н.СООК. 


The acid can also be obtained by the oxidation of methyl alcohol. 

Pure formic acid is a colourless liquid of irritating odour. Its 
salts are called formates: they are soluble in water, some only with 
difficulty. 

Formic acid is distinguished from its homologues: first, by 
its susceptibility to oxidation, and hence its reducing power; second, 
in being readily decomposed into carbon monoxide and water. 
When mercuric oxide is added to a solution of formic acid,a solution 
of mercuric formate is obtained. If this solution be filtered and 
warmed, mercurous formate is precipitated with evolution of car- 
bon dioxide, and on further warming, metallic mercury is liberated: 


OOCH HCOO 
Hg JOOCH--HjCOO|HE = ee +СО НСООН; 

~ Mercuric formate _ formate 

Hg|OOCH + H|COO|Hg = 2Hg + CO, + HCOOH. 
Mercurous formate 

In this process half of the formic acid in the salt is set free, and 
half is oxidized. When a solution of silver formate is warmed, 
an exactly analogous reaction takes place; metallic silver is pre- 
cipitated, carbon dioxide evolved, and half of the acid liberated. 
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When formic acid is warmed with concentrated sulphuric acid, 
water and carbon monoxide are formed: 


[H|COJOH] - H30 - CO. 


The introduction of finely powdered metallic rhodium, or other 
metals of the platinum group, into an aqueous solution of .the 
acid effects its decomposition into carbon dioxide and hydrogen, 
the metal acting as an accelerating catalyst. 

It is apparent that the properties of formic acid differ somewhat 
from those of the other acids of the homologous series in which it 
is the lowest member. A similar phenomenon is of frequent 
occurrence. 


Acetic Acid, CH3-COOH. 


82. Acetic acid has been known longer than any other acid. 
It is manufactured by two different methods. 

a. By oxidation of dilute alcohol, wine, beer, etc., by exposure 
to the air, with production of vinegar. The oxygen of the atmos- 
prere acts upon the alcohol by the aid of bacteria, and the process 
must be so regulated that these bacteria produce the greatest pos- 
sible effect. To this end it is important that the temperature 
should be kept between 20° and 35°. 


In the “ quick ’’ process for the preparation of vinegar (Fig. 28), 
dilute alcohol (6-10 per cent.) is allowed 
іо drop on beech-wood shavings con- 
tained in a vat with a perforated false 

. bottom, a. Holes bored in the sides of 
the vat near the bottom serve to admit 
an ascending stream of air, opposite in 
direction to that of the alcohol. The 
shavings of beech-wood distribute the UD EEUU UM 
liquid over a very large surface, thus dl n 1 m 
facilitating the oxidizing action of the | Wh STATIM 
air, while at the same time they serve 
as a feeding ground for the bacteria. | 


b. Acetic acid is obtained in the dis- QUUM IS 
tillation of wood (42). By treatment, A SS 
with quicklime, the acid is converted Fia a. 98. L anes 
into calcium acetate, which is freed yyyecar sy THE "Quick" 
from tarry impurities by heating to 200° Process. 
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in the air. The acetic acid is then liberated by distilling with 
an equivalent quantity of concentrated hydrochloric acid. It can 
be purified by distillation from potassium dichromate, being very 
stable towards oxidizing agents. | 

At temperatures below 16-671°/760 mm., anhydrous acetic 
acid is solid and has much the appearance of ice; hence the name 
glacial acetic acid. The solid acid has a penetrating odour, and 
is obtained by allowing a very concentrated solution of acetic 
acid to solidify, pouring off the liquid residue, melting the solidified 
acid, again allowing it to crystallize, and so on, these operations 
being repeated until the melting-point is constant. A rise of 
temperature and contraction of volume occur when glacial acetic 
acid is mixed with water, the maximum rise and contraction being 
produced by mixing in the proportion of one gramme-molecule 
of acctic acid to one 
gramme-moleculeof water. 
This fact indicates the 
existence of a compound 
called ortho-acetic acid(79), 
with the formula 


CH3-COOH -H20= 
CH3-C(OH)s. 
A determination of the 


viscosity of a liquid mix- 
ture sometimes indicates an 





Volume — percentage association of its molecules. 
Fic. 20.—Graraic Representation or The viscosity 18 measured 
FLUIDITY. ` by determining the rate of 


ACB indicates combination and AB doesnot. efflux of a known volume of 

the liquid through a capil- 

lary. During the operation, the maintenance of a constant tem- 

perature is essential, any alteration producing a marked change 

in the observed value. The rate of efflux is proportional to the 
viscosity. 

The fluidity (¢) is the reciprocal of the viscosity (7), so that ¢ => 


As has been indicated by Bricuam, the fluidity-curve obtained 
by plotting the volume-percentages of the liquid mixture as abscisse 
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in a co-ordinate system, and the fluidity values as ordinates, is a 
straight line for many binary liquid mixtures. For mixtures such 
as alcohol and water, acetic acid and water, and others, instead of a 
straight line a curve like ACB (Fig. 29) is obtained, a phenomenon 
possibly indicative of the union of two kinds of molecules. 


A fifty-five per cent. solution of glacial acetic acid in water has 
the same specific gravity as the pure, anhydrous acid. When 
water is added to glacial acetic acid, the specific gravity of the . 
mixture first rises: further addition of water causes it to fall. 
This circumstance makes it impossible to determine the amount of 
acid present in such mixtures by the simple use of the hydrometer. 


The strength of very concentrated acetic acid is best determined 
by an observation of its melting-point, a thermometer graduated 
in tenths of a degree being used. In accordance with the formula 
given in 12, 

AM =Constant, 


the presence of 1 per cent. of water (molecular weight 18) would, 
since the constant for glacial acetic acid is 39, cause a depression 


39 
(A) of TES 2-16°. Since a thermometer graduated in.tenths can 
easily be read to within one-twentieth of a degree, the amount of 
] 

water can be determined to within 2-16x2' or 0-025 per cent. 
This is a degree of accuracy unattainable by titration. 

When either no very great accuracy is required, or the acetic 
acid is dilute, it is best to determine the strength by titrating a 
weighed quantity of the solution with a standard solution of alkali. 


The vapour-density of acetic acid at temperatures slightly 
above its boiling-point is twice as great as that corresponding 
with the formula C2H,O2. At about 200°, however, the vapour- 
density is normal. A similar phenomenon has been observed 
with many acids of this series and other substances (288). 

Absolutely pure acetic acid is not attacked by chlorine or 
bromine in absence of light. The acid can be prepared in this 
condition by distilling from phosphoric acid the highly concen- 
trated acid melting above 16°. 

83. The acetates, or salts of acetic acid, are soluble in water, 
the silver salt dissolving with difficulty. When ferric chloride is 
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added to a solution of an acetate, such as sodium acetate, a blood- 
red colour is produced, owing to the formation of a complex 
acetoferric acetate, the salts of formic and propionic acids react- 
ing similarly. When this solution is sufficiently dilute, brown- 
red basic ferric acetate, Fe(OH) 2C2H3QOz, is precipitated on boil- 
ing, acetic acid being simultaneously liberated. 

The dry distillation of anhydrous sodium acetate with soda- 
lime produces methane: | 


CH3-COONa+ NaOH =CH4+ МаСОз. 


This method is not applicable to the salts of the higher members 
of this series of acids, for the hydrocarbons are decomposed at the 
high temperature essential for the reaction. 

A very delicate test for acetic acid is the formation of cacodyl 
oxide (73). Owing to the extremely poisonous nature of this sub- 
stance, great care must be exercised in applying the test. Among 
the acetates of technical importance are lead acetate (‘‘ sugar of 
lead "), basic lead acetate, and aluminium acetate. The first two 
are used in the manufacture of white lead, and the third as a 
mordant in calico-printing (340). 


Butyric Acids, C4HaO;. 
84. Two isomeric acids with the formula C4HgOs are known. 


They are normal butyric acid, CH3-CH2-CH2-COOH, and isobuty 
ric acid, CH» CH-COOH. The constitution of these acids is 
proved by their synthesis, the normal compound being obtained 
from n-propyl iodide, and the zso-acid from isopropyl iodide: 


CH;-CH,-CHal — СНз :-СН,.СН,:.СМ — CH;-CH;.CH;.COOH. 


CH3 CH3 СН» 

The normal compound is also called “fermentation” butyric 
acid, from the fact that it can be obtained by the fermentation 
under certain conditions of such substances as sugar. It has an 
extremely disagreeable odour, and can only be oxidized with diffi- 
culty. 


Butter contains about 2-3 per cent. of n-butyric acid, along with 
smaller quantities of other volatile acids of the fatty series, such as 
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caproic acid: they are probably present as esters. Since volatile 
fatty acids are not obtained by saponification of other fats, whether 
animal or vegetable, their presence furnishes the most characteristic 
distinction between butter and margarine: the latter is a mixture of 
animal and vegetable fats. Since the percentage of volatile fatty 
acids in butter is not a constant quantity, but may vary between 
wide limits, it is not always possible by estimating these acids to 
detect adulteration of butter with margarine. Admixture can 
usually be also identified by other tests, especially by the deter- 
mination of the refraction of the molten fat. 

isoButyric acid also has a very disagreeable odour. It contains 
a tertiary carbon atom, and since such compounds are readily 
oxidized, oxidation affords a method of distinguishing between the 
normal acid and the iso-acid. | 

The calcium salts of these acids also exhibit a remarkable dif- 
ference, that of the normal acid being less soluble in hot water 
than in cold, while that of the iso-acid follows the ordinary rule, 
and is more soluble in hot than in cold water. When heated to 
about 80°, a solution of normal calcium butyrate saturated at 0° 
deposits considerable quantities of the salt. 

In accordance with the principle of mobile equilibrium (‘‘In- 
organic Chemistry,” 235), calcium n-butyrate should dissolve in 
water with slight evolution of heat, and calcium isobutyrate with 
slight absorption of heat. This view is fully supported by the 
results of experiment. 


Higher Fatty Acids, C,H2,O2. 


85. Many of the higher members of the series of fatty acids are 
natural products, chief among them being palmitic acid, C16H330$, 
and stearic acid, CygH3g02, both with normal carbon chains (137). 
In the form of esters of glycerol (154), these two acids occur in 
large quantities as the principal constituent of most animal and 
vegetable fats, from which they are obtained by saponification, a 
process carried out by heating either with slaked lime (95), or 
with concentrated sulphuric acid. The latter causes slight car- 
bonization, imparting a dark colour to the fatty acids. They can 
be purified by distillation with superheated steam. 


Another method of decomposing the fats into glycerol and a 
fatty acid depends upon the action of an enzyme (222) present in 
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castor-seed (Latin, ricinus communis). After removal of the oil, 
the powdered seeds are intimately mixed with the fat: on addition 
of a dilute acid, such as decinormal sulphuric acid, an emulsion is 
formed. If the mixture is kept at a temperature of 30°-40° for 
two or three days, the fatty acids are set free in a very pure state; 
on gentle heating, the emulsion then separates into two layers, the 
upper consisting of the free acids, and the lower of an aqueous solu- 
tion containing 40—50 per cent. of glycerol. 

TWITCHELL’s process also depends on the formation of an emul- 
sion. A mixture of the fat with water containing a few tenths of 
1 per cent. of sulphuric acid is kept in an emulsified condition by 
means of live steam, the operation being rendered possible by the 
addition as '* Saponifier " of a fatty-aromatie sulphonic acid such as 
naphthalenestearosulphonic acid, & substance soluble in both water 
and fat. T 

Saponification of fats yields a mixture of acids, semi-solid at 
ordinary temperatures. This mixture contains the two acids men- 
tioned above, melting at 62° and 69° respectively, when pure; but 
when mixed, each lowers the melting-point of the other (25). 
Moreover, liquid oleic acid, belonging to another homologous 
series, is also present: it can be pressed out of the mixture, leav- 
ing a white, solid substance used in the manufacture of “ stearine ” 
candles. For this purpose the ''stearine " is melted, and after 
addition of a small proportion of paraffin-wax, to prevent crystal- 
lization of the fatty acids, which would make the candles brittle, 
the molten substance is poured into moulds, in the axes of which 
wicks are fastened. 

Soaps consist chiefly of the alkali-metal salts of the acids con- 
tained in fats. They are prepared by saponifying fats with a 
solution of caustic soda or of caustic potash heatcd to the boiling- 
temperature. Potassium-soap is called ‘‘soft soap,” and is usually 
yellow. In some countries it is tinted green by the addition of in- 
digo, and is then known as ''green soap." Potassium-soap contains 
not only the potassium salts of the acids, but also the glycerol pro- 
duced in the reaction, and & considerable proportion of water. 
Sodium-soap is hard: it is separated from the reaction-mixture, 
after saponification is complete, by ''salting-out," which consists 
in the addition of solid common salt tothe mixture at th» boiling- 
temperature. Since the sodium salts of the acids are insoluble in 
& concentrated solution of sodium chloride, the soap separates out 
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in the molten state, forming a layer on the surface of the brine, 
in which the glycerol remains dissolved. The soap thus obtained 
consists of the sodium salts of the acids, with a small percentage of 
water. 

86. The cleansing action of soap may be cxplained as follows. 
When an alkali-metal salt of one of the higher fatty acids is brought 
into contact with a large excess of water, it decomposes with for- 
mation of free alkali, a fact that was pointed out by CHEVREUL as 
early as at the beginning of the nineteenth century. The acid thus 
liberated unites with a second molecule of the salt to form an in- 
soluble substance, which with the water produces the lather. The 
presence of free alkali in dilute soap-solutions can be experimentally 
demonstrated. A concentrated soap-solution is only very slightly 
coloured. by phenolphthalein; but the addition of a large propor- 
tion of water causes the development of the red colour, due to 
the action of the base thus liberated on the phenolphthalein. The 
soap has therefore undergone hydrolytic dissociation, owing to the 
weak acidic character of the higher fatty acids. 

The soiling of the skin, clothes, and so on, is partly due to 
substances of a fatty nature, and partly to soot, iron oxide, or 
clay. An insight into the mechanism of the removal of the 
fatty substances is afforded by the following experiment. When 
a, drop of oil or a small piece of fat is placed in water, the two 
substances do not mix. On addition of a few drops of caustic- 
alkali solution to the water, followed by vigorous agitation of 
the mixture, the liquid develops a milk-like appearance, due to 
the formation of an emulsion (‘‘ Inorganic Chemistry,” 196) 
consisting of minute droplets of fat suspended in the liquid, just 
as in milk. The alkali liberated from the soap has a similar 
emulsifying effect on the dirt. The proportion of alkali set free 
from soap is small with a small quantity of water, larger with a 
large quantity; but the addition of a great quantity of water 
produces no considerable modification of the concentration—the 
amount of free alkali in unit volume of the liquid—since, although 
it produces more free alkali, it simultaneously dilutes it. The 
use of soap has, therefore, the effect of automatically maintain- 
ing a small concentration of free alkali in the water. There 
would be no such adjustment if free alkali were employed instead 
of soap. 
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Soot, iron oxide, and other forms of dirt adhere very tena- 
ciously to the skin and to textiles, and either cannot be removed 
by rubbing with water alone, or only with great difficulty, but 
the cleansing is readily effected by the action of a soap-solution. 
Its action must be ascribed to adsorption of the dirt by the acid 
alkali-metal salts of the fatty acids, the product formed no longer 
adhering to the skin or fabric. An illustrative experiment is 
described in ^ Laboratory Manual," IX., 17. 


Water containing a certain percentage of calcium salts is called 
a “hard” water (“Inorganic Chemistry,” 259). Such water 
does not immediately lather with soap, but causes the formation of 
a white, flocculent substance, consisting of insoluble calcium salts 
of the fatty acids. Hard water is therefore unsuitable for washing, 
because it prevents the formation of a lather, and also because the 
alkali is neutralized and thus withdrawn by the acid-radical of 
the calcium salts (sulphate and carbonate) present. 


Electrolytic Dissociation. 


87. Molecules of acids, bases, and salts are assumed to be re- 
solved, on solution in water, into ions, charged with opposite kinds 
of electricity (‘Inorganic Chemistry,” 65 and 66). In such a solu- 
tion, an acid is partially or completely dissociated into positively 
charged hydrogen ions, H’ (cations), and negatively charged 
anions: for example, acetic acid is resolved into H’ (positive), and 
(C2H302)’ (negative). Bases yield a positively charged metallic 
ion, and a negatively charged OH’-ion; salts a positively charged 
metallic ion, and a negatively charged acid-radical ion. 

It is further stated (Jbid., 66) that in the solution of a partly 
ionized substance there is an equilibrium which for a monobasic 
acid can be expressed by 

ZH e 7'-+H', 


where Z’ represents the acid-radical. If v is the volume in litres 
containing one gramme-molecule of the acid, and æ is the portion 


ionized, then the concentration of the ions is =, and that of the 


non-ionized portion is 1-а. The equation representing the equi- 
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librium in the above example of a monobasic acid is, therefore 
(Ibid., 49), 
v v)’ (l-a) ` 


In this equation k is constant, and is called the ionization-constant. 
It has been proved that this equation affords an exact measure of 
the amount of ionization for the very weak organic acids; that is, 
expresses accurately the connection between the dilution v and 
the ionization a. For this reason it is called the law of dilution. 
1t was discovered by OsTWALD, who dissolved one gramme-molecule 
of an acid in different quantities of water, v, and ascertained the 
ionizations a by determining the electric conductivity. On sub- 
stituting the values obtained for œ and v respectively in the expres- 





2 
к the latter was always found to have the same value, 
as it must if k is constant. | 

The accuracy of this law is evident from the examples in the 


following table. 


sion 
v 


Acetic Acid. Propionic Acid. n-Butyric Acid. 

v 100a 10*k v 100a 10*k v 100a 10°k 
8 1-193 | 0-1&0 8 1-016 | 0-130 8 1-068 | 0 144 
16 1-673 | 0-179 16 1-452 | 0-134 16 1-536 | 0-150 
32 2.380 | 0-182 32 2-0£0 | 0-134 32 2-165 | 0-149 
64 3-33 0-179 64 2-895 | 0-135 64 3-053 | 0-150 
128 4-68 0-179 128 4-04 0-133 128 4.292 | 0-1£ 
1024 112-66 0-177 | 1024 {10-79 0-128 | 1024 [11-41 0-144 


88. The “strength” of acids depends upon their degree of 
ionization, strong acids undergoing considerable, and weak acids 
but slight, ionization. Since the constant k rises or falls in value 
simultaneously with a, and is independent of the concentration, 
it affords a convenient measure of the strength of an acid. 

The table shows the values of 104k for certain fatty acids. 

Formic Acetic Propionic n-Butyric Valeric 

2-14, 0-18, 0-13, 0-16, 0-16. 
It is noteworthy that formic acid has a greater ionization-constant, 
and is therefore stronger, than its homologues, another example of 
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the difference between it and the other members of the 
series. 

A comparison of these acids with such strong mineral acids as 
sulphuric acid and hydrochloric acid, from the point of view of the 
magnitude of their ionization-constants, shows that the former are 
very much weaker than the latter. When v—16, then for hydro- 
chlorie acid 100a.— 95:55, and for acetic acid only 1.673. It is 
obvious that 100 a is the amount ionized, expressed in percentage. 

The weak organic acids follow the law of dilution : the strong 
mineral acids do not. No perfectly satisfactory explanation of this 
phenomenon has been suggested hitherto. · 








DERIVATIVES OF THE FATTY ACIDS OBTAINED BY 
MODIFYING THE CARBOXYL-GROUP. 


89. The carboxyl-group may be modified by the exchange of 
its oxygen atoms or hydroxyl-group for other elements or groups. . 
The compounds described in this chapter contain such modified 
carboxyl-groups. 


I. Acid Chlorides. 


Acid chlorides are derived from acids by replacement of the 
hydroxyl-group by chlorine, and consequently contain the group 
—COC}. They are obtained from the acids by the action of the 
chlorides of phosphorus, PCls and PCls, or of phosphorus oxy- 
chloride, POCI: 


3C,H2, 41-COOH --2PCl; — 3C, H», ,1 -COCI-- P505 --3HCI. 


The ease with which the acid chlorides are converted into the cor. 
responding acids is a proof that the chlorine atom has replaced 
the hydroxyl-group. For the lower members this conversion is 
effected by merely bringing them into contact with water. If the 
chlorine atom had substituted hydrogen of the alkyl-group, there 
would be no reaction, since an alkyl chloride is not decomposed by 
water at ordinary temperatures. 

The acid chlorides of this series, at least the lower members, 
are liquid, and have a suffocating, irritating odour. The chloride 
corresponding to formic acid is not known. Acetyl chloride, 
CH;COCI, fumes in the air, and can be distilled without decom- 
position. 1t boils at 55°, and its specific gravity is 1-13 at 0°. 

Acetyl chloride is employed in detecting the presence of hy- 
droxy! in organic compounds. Hydroxyl] is replaced by acetyl: 
thus, alcohols form esters of acetic acid: 


К.О X GIJOC-CH; - RO-OC-CH;-4 HCl. 
119 
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The compound to be tested is allowed to remain for some time in 
contact with acetyl chloride, either at the ordinary temperature or 
with gentle warming. To ascertain whether an acetyl-compound 
has been formed, the purified product is analyzed or saponified. 
If saponification vields acetic acid, an acetyl-derivative was present. 

The homologues of acetyl chloride are also sometimes employed 
in the detection of hydroxyl-groups. 


The acid chlorides also react with the mercaptans, forming sub- 
stances of the type of acetyl-compounds. 


II. Acid Anhydrides. 


до. Acid anhydrides are formed by interaction of the alkali- 
metal salts of acids and acid chlorides: 


_ OC -CH3 
CH; -CO[CI+ NaJO-OC-CHs = O<00.cH, + Natt. 
Aoetic anhydride 

Higher anhydrides are best obtained by heating the sodium salts 
of the higher acids with acetic anhydride. 

The acid chlorides may be regarded as mixed anhydrides of 
hydrochloric acid and an acid, a view supported by their formation 
from these two acids by treatment with phosphorus pentoxide as a 
dehydrating agent. 

Mixed anhydrides of the fatty acids themselves exist, although 
when distilled they decompose into the anhydrides of the two acids. 


The lower members of this series are liquids, and have a dis- 
agreeable, suffocating odour. Acetic anhydride has a specific 
gravity D4?9 —1-0820 and boils at 139-53/760 mm. At ordinary 
temperatures it is soluble in about ten times its volume of water, 
the solution decomposing slowly with formation of acetic acid. 
In this respect it differs from acetyl chloride, which reacts momen- 
tarily and vigorously with water, yielding acetic acid and hydro- 
chloric acid. Like acetyl chloride it is used in testing for the 
presence of the hydroxyl-group. No anhydride of formic acid 
is known. | 

I. Esters. 

ої. Esters result from the interaction of acid chlorides, or 

anhydrides, and alcohols: 


CH3’ CO|CI+ H]OC2H; =CH3° COOC2Hs; + HCl. 
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They are also formed by direct treatment of the alcohol with the 
acid, although extremely slowly at ordinary temperatures: 


CH3-COOH + HOCH; = CH3-COOC2H;+ H20. 


The velocity of the reaction is much increased by a rise of tem- 
perature. Esters are also obtained by the action of the silver salt 
of an acid upon an alkyl iodide. 

The following is a characteristic method frequently used for 
the preparation of these compounds. Dry hydrochloric-acid gas 
is passed through a mixture of absolute alcohol and the anhydrous 
organic acid. After some time the reaction-mixture is poured into 
water, whereupon the ester separates out, owing to its slight solu- 
bility. The formation of esters in this manner may be explained 
on the assumption that a very small quantity of the hydrochloric - 
acid unites with the organic acid, water being eliminated, and a 
minute quantity of the acid chloride formed: 


CH3-COOH + HCl = CH3-COCI+ H,0. 


It is true that for each molecule of acid chloride formed in accord- 
ance with this equation an equivalent quantity of water is pro- 
duced, sufficient to reconvert the chloride into the acid and hydro- 
chloric acid. There is, however, such an infinitely greater number 
of molecules of alcohol than of water with which the chloride can 
react, that the probability of the formation of an ester is very 
much greater than the probability of the regeneration of the acid. 
The preponderance ccntinues so long as the proportion of alcohol 
present greatly exceeds that of the water formed; so that when 
the object is to obtain the maximum yield of ester, the organic acid 
should be dissolved in a large excess of alcohol. The formation of 
esters is called esterification. 

The esters are colourless liquids of neutral reaction, and do not 
mix with water in all proportions. They are lighter than water, 
most of them having a specific gravity between 0-8 and 0.9. 
Many of them are characterized by their agreeable odour, resem- 
bling that of fruits, a property which finds practical application in 
their employment in the manufacture of artificial fruit-essences. 
For example, isoamyl isovalerate (b.p. 196°) has an odour of 
apples, ethyl butyrate (b.p. 121°) of pineapples, isoamyl acetate 
(b.p. 148°) of pears, and so on. 
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Beeswax is & natural ester, consisting chiefly of melissyl 
palmitate, C15 H31 ° COOCgoHe1. 


Tertiary alcohols can be synthesized from the esters by means 
of GRIGNARD'S alkyl magnesium halides (75): 


/OMgBr 
ps О , amm e 
R Czocgu, * MgBr R сос, . 
Addition-produet 


The addition-product thus obtained reacts with & second molecule 
of the alkyl magnesium halide: 


OMgBr OMgBr | 
R-CCOGH, 4 R"MgBr = RR” +C,H,OMgBr. 


On decomposition with water the tertiary alcohol is formed: 


OMgBr CR H 
г ” = R. " 
R C&R’ *HO - R-CCR" -MgBrOH. 


R, R’, and R” represent alkyl-groups 


92. The formation of esters has been carefully investigated by 
several chemists, first of whom were BERTHELOT and PEAN DE 
Sr. GiLLES. Their researches have shown that the reaction 
between the acid and the alcohol is never complete, some of both 
remaining uncombined no matter how long the process has been 
carried on. With equivalent quantities of acetic acid and ethyl 
alcohol, for example, the final product is such that from each 
gramme-molecule of alcohol and acid used, only two-thirds of a 
gramme-molecule of an ester and of water are formed, while one- 
third of a gramme-molecule of the alcohol and of the acid respect- 
ively remain uncombined. The same limit is reached when equi- 
valent quantities of an ester and water are brought into contact. 
An equilibrium between the four substances, alcohol, acid, ester, 
and water, is ultimately reached, and is due to the reversibility of 
the reaction (Inorganic Chemistry," 49). It may be represented 
as follows: 


C23Hs-OH+CH3-CO-OH =2CH3-CO-0C.Hs+ H,0. 
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The equation of equilibrium deduced in Ibid., 49-51, may 
be applied to the formation and decomposition of esters. It is 


k(p—z)(q—z)-Kk'z?, or (p—2)(q—2z)—K», 


where p is the initial concentration of the alcohol and q that of the 
acid, while x represents the quantities of water and of ester re- 
spectively present when the equilibrium is attained. All these are 
expressed in gramme-molecules, and K is a constant. There are 
here two opposing reactions taking place simultaneously, so that 
all the statements referred to above (loc. cit.) are applicable to the 
present instance. Given p, q, and K, the unknown quantity x 
can be calculated. 


Numerous observations have proved that K is equal to 0-25 for 
the system ethyl alcohol +acetic acid. When one gramme-molecule 
of alcohol (46 g.) and one gramme-molecule of acetic acid (60 g.) 
are brought into contact, both p and g are equal to 1, and the equa- 
tion is | 

(1—2)? =0:252?, or z:—$z4$-0. 
The positive root of this equation is z =$, but the negative root 
has no physical significance. 
It follows that this system in equilibrium contains $ gramme-molecule 
alcohol +4 gramme-molecule acetic acid +4 gramme-molecule water + 
$4 gramme-molecule ester. 


93. Several deductions can be drawn from the equation 
| (p—z)(g—2z) = Kz’. 


These deductions had been established by experiment Jong before 
the development of the theory. 

1. The esterification is approximately quantitative only when 
either the acid or the alcohol is largely in excess. 

Putting the equation in the form 


p ako 


z 4—2 
it is evident that when the quantity of alcohol (p) is infinitely 
great, the left-hand side- oo. This is true of the right-hand side 
when Q— z, that is, when all the acid has been converted into ester. 


9 
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It also holds when the ratio of the quantity of acid to alcohol is 
infinitely great, the whole of the alcohol changing into ester. 


Although these considerations indicate that esterification can be 
complete only in presence of an infinitely great excess of acid or 
alcohol, in practice the very nearly theoretical yield of ester is 
obtained when the ratio of the quantity of acid to alcohol, or of 
alcohol to acid, is finite. When 1 gramme-molecule of acetic acid 
and 0-05 gramme-molecule of alcohol are employed, the equilibrium 
corresponds with 0-049 gramme-molecule of ester. When the 
gramme-molecular proportion of acetic acid and alcohol is 1:8, 
the equilibrium corresponds with 0°945 gramme-molecule of ester. 
There is almost complete conversion into ester of the alcohol in 
the first instanoe, and of the acid in the second. 

2. The alcohol and the acid exercise the same influence on the 
formation of esters: thus, if a mixture containing a certain num- 
ber of acid molecules is prepared and n times as many alcohol 
molecules, and another with the proportions of acid and alcohol 
reversed, then the number of molecules of acid converted into 
ester in the first mixture is equal to that of the molecules of alcohol 
converted in the second. 

When p gramme-molecules of alcohol are mixed with np 
graimme-molecules of acid, the equation becomes 





ЕЕ 
x Е I 
Inversely, when np gramme-molecules of alcohol are added to p 
gramme-molecules of acid, we have 


ПЕЕ ee. 
x p-z 
These two equations are identical. 

3. The addition of & quantity of the ester to the mixture of the 
alcohol and the acid at the beginning of the experiment has the 
same effect on the formation of ester as would be exerted by an 
equivalent quantity of water. 

When r gramme-molecules of water or of ester are added to a 
mixture containing p gramme-molecules of alcohol and q gramme- 
molecules of acid, then for both the equation becomes 


(p—-z)(g—2z) — Kz(z4r). 
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It follows that the equilibrium is influenced to the same extent 
by the addition of equivalent quantities of water or of ester. 

94. A typical application of the principle of mobile equilibrium 
(“Inorganic Chemistry,’’ 235) may be made to the formation of 
esters. Although the velocities of formation and decomposition 
of esters depend greatly upon the temperature, & change in the 
latter has very small effect upon the equilibrium. At 10° the 
limit of esterification is 65-2 per cent.; at 220° it is 60-5 per 
cent. In accordance with the principle of mobile equilibrium, 
this necessitates that the heat of formation of the ester should 
be very small. That it actually is so has been established by 
experiment. 


In the esterification of primary, secondary, and tertiary alcohols 
with trichloroacetic acid, CCl,.- COOH, Micnagt proved the velocity- 
constant k to have a much higher value for primary alcohols than 
for secondary and tertiary. For n-propyl alcohol kx10° =725, 
for isopropyl alcohol 98. For secondary and tertiary alcohols the 
value of the constant is of the same order; for secondary butyl 
alcohol, CH;-CHOH-C.H;:, &X10°=90, for trimethylcarbinol, 
(CH;);C-OH, 118. For methyl alcohol the constant has a much 
higher value than for other primary alcohols, since Е «105 =36%. 
All these determinations were made at a temperature of 25°. 


95. The conversion of an ester into an acid and an alcohol by 
a mineral acid or an alkali is called saponification, from analogy 
to the formation of soap from alkali and fat (85). It is represented 
by an equation of the type 


CH3-COOC2H; + H20 =CH3-COOH + C2Hs50H. 


The action of the mineral acid is therefore catalytic. Its presence 
only accelerates the saponification: the same result would be 
attained without it, though the time required would be incom- 
parably longer. If the concentration of the ester be Cj, that of 
the water is Co, and x the quantity of ester saponified during the 
time £, ther. the velocity of saponification S -7 for each mo- 
ment can be represented by the equation for bimolecular reac- 
tions (‘‘Inorganic Chemistry,” 50): 


S = ŽE = (01—32) (02—32) ‚.....@ 
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If the ester is dissolved in a very large proportion of water, the 
concentration C3 of the water is only -very slightly altered by the 
saponification, so that it may be included in the constant. The 
equation is therefore simplified to that for a unimolecular reaction: 


oF (С.а). сово. О 


The saponification of esters by bases can be represented by an 
equation of the type 
CH -COOCHy-+NdOH = CHg-COONa+C,H,OH. 


It is a bimolecular reaction, and consequently equation (1) is 
applicable to it. | ` 

The velocity of saponification of esters by acids depends largely 
upon the acid, being greater the stronger the acid used. It has been 
proved that the velocity of saponification depends upon the 
extent of electrolytic dissociation of the acid employed. From 
this fact it may be concluded that the saponifying action is due 
to the hydrogen ion common to all acids. The velocity with bases 
is much greater than with acids; thus, for dilute (decinormal) solu- 
tions of caustic potash and hydrochloric acid, the ratio of the 
velocity-constants K for the saponification of methyl acetate is 
1350:1. The velocity of saponification by bases also depends upon 
their electrolytic dissociation. Ammonium hydroxide, for example, 
being considerably less ionized than caustic potash or caustic soda, 
saponifies much more slowly than either of these bases. Saponifi- 
cation is therefore caused by the hydroxyl-ion common to all 
bases. | 

The velocity of ester-saponification, being proportional to the 
concentration of the hydrogen ions or hydroxyl-ions, can be em- 
ployed in determining this concentration. By its aid, the degree 
of hydrolytic dissociation of potaSsium cyanide, carbonates of 
alkali-metals, and other salts can be ascertained, and also the 
hydrogen-ionization of acid salts, such as potassium hydrogen sul- 
phate, KHSO,. 

In the technical saponification of fats with slaked lime (85) a 
much smaller amount of this base is used than would be needed to 
neutralize all the acid obtained: the saponification is nevertheless 
complete. This is due to the fact that the higher fatty acids are 
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very weak, so that their salts undergo partial hydroiytic dissocia- 
tion. Thus, notwithstanding the excess of acid, there is always 
enough of the free base (hydroxyl-ions) present to effect the 
saponification. 


IV. Acid Amides, C,H4,,,- CONHa. 


96. Acid amides are formed by the action of ammonia on 
acid chlorides or anhydrides, a circumstance affording a proof 
of their constitution: 


C, Ha, 41 CO МН» = C,H5,41- CONHs -F HCl; 
Har COo OHNE = 20, Haa i CONH + H30. 


Acid amides are also formed when the ammonium salts of the 
fatty acids are strongly heated, or when the sodium salts are dis- 
tilled with ammonium chloride, one molecule of water being elim- 
inated: 

Ca Hon +1 CO[OIN HH; = Ca Hon +1 CONH: + H20. 


When the nitriles are warmed with acids, two molecules of 
water are taken up, with formation of the corresponding acids (79). 
This reaction can be so modified—for example by dissolving the 
nitrile in concentrated sulphuric acid—that only one molecule of 
water is added, when amides are obtained: 


С.Н. L1 -CN + H2O = С.Н 41 СОМН,. 


The acid amides are therefore intermediate products in the con- 
version of nitriles into acids. Distillation with such a dehydrating 
agent as phosphorus pentoxide converts amides into nitriles by 
elimination of water, whereas boiling with dilute acids or alkalis 
produces the corresponding acids by addition of the elements of 
water. 

The acid amides are also formed by the action of ammonia 
upon esters: 


CH3-CO МН; =CHs- CONH; + С»Н5 ОН. 


The acid amides are solid, crystalline compounds, with the 
exception of the liquid formamide, H-CONH>. The lower members 
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are soluble in water, and odourless when pure.  Acetamide, 
CH3-CONH)a, melts at 82°, and distils at 222°. Some specimens 
have a strong odour suggestive of the excrement of mice, due to 
slight traces of impurities. The remarkably high boiling-point of 
this substance is worthy of notice. | 

The acid amides and the amines greatly differ in their behaviour. 
Unlike the bond between carbon and nitrogen in the amines, that 


in the —C< NH, Eroup of the amides is readily severed by boiling 


with acids or alkalis. Further, the basic properties of ammonia are 
greatly weakened by the exchange of one of its hydrogen atoms 
for an acid-radical; and although salts of acid amides do exist, 
they are decomposed by water. Acetamide hydrochloride, 
CH3-CO-NH2-HCl, is such a substance: it is formed by passing dry 
hydrochloric-acid gas through an ethereal solution of acetamide. 
The acid amides even possess acidic properties: an aqueous solu- 
tion of acetamide dissolves mercuric oxide, forming a compound 
with the formula (CH3 -CONH)2Hg. 

The behaviour of the amides and amines towards nitrous acid 
is analogous, the corresponding -acids and alcohols respectively 
being produced by exchange of NH; for OH (65). 


Amides can be converted into primary amines by a method 
described in 259. 


97. Some further derivatives, obtainable from the acids by 
substitution in the carboxyl-group, are described below. 


Amino-chlorides are produced by the action of phosphorus penta- 
chloride on the acid amides: 


R-CONH, 4- PCl, —- R-CCOl,- NH, -- POCI,. 


These compounds are only stable when one of the hydrogen atoms 
of the amino-group, NH:, is replaced by an alkyl-radical, or when 
both atoms are similarly substituted. They yield tmino-chlorides, 
R*CCI: NH, by the elimination of one molecule of HCl, the same 
compounds being formed by the addition of HCl to nitriles. 


Imino-ethers have the constitution R.C бо; and may be 


regarded as the product of the replacement of the doubly-linked 
oxygen of the carboxyl-group by the imino-group, NH. They are 


* 
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obtained by combination of alcohols and nitriles under the influence 
of dry hydrochloric-acid gas: 


-n~ H „МН 
R-C=N+5, В:С< ов: 


The well-crystallized hydrochlorides of the imino-ethers are con. 
- verted by treatment with ammonia into the hydrochlorides of the 
amidines: | 


R.Cc ООН," +NH, = R.CZ NEL 4 C,H,-0H. 


The amidines are unstable in the free state, but are strongly mono- 
basic, and form stable salts. 

Amidoximes are addition-products of the nitriles and hydroxyl- 
amine, NH,OH: 

NOH 
R-CN +H,NOH = R-C< NH, ` 
They yield salts with both acids and bases, and give a flocculent, 
muddy-brown or green precipitate when treated with an alkaline 
solution of a copper salt, a reaction which affords a characteristic 
test for them. 

Acid hydrazides are produced by the action of hydrazine, 
H;N—NH,, on acid chlorides or esters, and therefore have the con- 
stitution R-CONH-NH;. Nitrous acid converts them into acid 
azides: 

R-CONH- NH:;+HNO; =R-CON,;+2H,0. 


The acid azides are volatile, explosive substances, and some yield 
well-developed crystals. 


ALDEHYDES AND KETONES. 


98. Both the aldehydes and ketones have the general formula 
C,H2,0. They are produced by the oxidation of primary and 
secondary alcohols respectively. Both classes of alcohols have the 
general formula C,H2,,20, so that each oxidation involves the 
climination of two hydrogen atoms. 

On further oxidation, an aldehyde takes up one oxygen atom, 
forming the corresponding acid with the same number of carbon 
atoms; thus C,H540 is converted into C,H2,O2. It follows that 
an aldehyde is an intermediate product in the oxidation of a 
primary alcohol to an acid (45): 


C nHon 420 —C „НО — С „НзОз. 
Primary alcohol Aldehyde 


A primary esha hasthe constitutional formula C,H;,, ;  CH20H, 
and on oxidation yields an acid С.Нъ +1. СООН. Өіпсе іп this 
reaction the alkyl-group, C,Ha,,,, is not altered, it must be 
present in the aldehyde. Hence, it follows that the two hydrogen 
atoms removed from the alcohol by oxidation must belong to the 
group —CH20H. 

Two structural formule are, therefore, possible, 


R-C and R-C—OH. 


The improbability of the existence of free bonds or bivalent carbon 

atoms in compounds constitutes a strong reason against the 

adoption of the second formula. Moreover, this formula points to 

the presence in an aldehyde of a hydroxyl-group: in reality, the 

aldehydes possess none of the properties peculiar to substances 

containing that group. For example, they do not form esters or 
130 
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ethers, and phosphorus pentachloride does not replace OH by Cl, 
but effects the exchange of the oxygen atom for two chlorine atoms. 

Since the second formula does not represent the properties of 
the aldehydes, it follows that the first is the correct one. This 
view is supported by the fact that aldehydes are formed when acid 
chlorides dissolved in moist ether react with sodium, the chlorine 
atom being replaced by a hydrogen atom: 


C3H; е C< B -— C3H, ° C< S: ч 
»-Butyryl chloride n-Butyraldehyde 


The aldehydes therefore contain the group —C< Н` 


99. Ketones result from the removal by oxidation of two 
hydrogen atoms from secondary alcohols (98). Like the alde- 
hydes, ketones lack the properties peculiar to hydroxyl-compounds, 
& proof that one of the hydrogen atoms removed comes from the 
hydroxyl-group. Putting aside the possibility of the formation of 
free bonds, the second hydrogen atom eliminated must have been 
attached to the carbon atom linked to oxygen, or to another carbon 
atom. The two cases are represented below, R and R’ being 
alkyl-groups: 

I. П, · 
CH3R CHR CHR CHR 


ОН ~ bo or (нон — là. 
aR” (нв нв (нв 


For reasons analogous to those for aldehydes, formula I. is more 
probable than formula II. The products obtained by the oxida- 
tion of ketones indicate that formula I. represents the constitution 
of this class of compounds. 

The general formula for secondary alcohols is 


H 
R-CH,-CC Cis R 
H 


From such an alcohol two acids, R-CH2.-COOH and R’-CHg-COOH, 
are obtained by strong oxidation, the carbon chain in some of the 
molecules being severed to the right, and in others to the left, of 
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the CHOH-group. This reaction furnishes a means of identiiying 
the alkyl-radicals attached to the group —CHOH— ina secondary 
alcohol. Since on oxidation ketones yield the same acids as the 
corresponding secondary alcohols, the alkyl-groups of the secondary 
alcohols must remain unchanged іп -the ketones. Hence, such a 
structure as that represented by formula II. is excluded, so that 
formula I. must be correct. 

Ketones therefore contain the carbonyl-group CO in union with 
two carbon atoms. 

Aldehydes may be looked upon as ketones with an alkyl-group 
replaced by hydrogen. 

Nomenclature. 


The name aldehyde is derived from al(cohol) dehyd(rogenatus), 
that is, dehydrogenated alcohol" The word ketone has its 
origin in the name of the first member of the series, acetone, 
CH;-CO- CH; (11r). : 

The aldehydes are named after the corresponding acids: for- 
maldehyde, H-CHO; acetaldehyde, CH3-CHO; propionaldehyde, 
C2Hs-CHO; valeraldehyde, CgHg-CHO; ete. 

The ketones derive their names from the alkyl-groups which 
they contain: dimethylketone, CHg-CO-CHg; methylpropylketone, 
CH3-CO-C3H7; etc. 

Methods of Formation. 


100. Several methods besides the oxidation of alcohols are 
applicable to the preparation of both aldehydes and ketones. 

1. Dry distillation of the salts of the fatty acids, calcium acetate 
yielding acetone: 


OH a> Ca] =CHs-CO-CHy +Ca00s. 


The conversion of acetic acid and propionic acid into the cor- 
responding ketones is readily effected by passing the vaporized acids 
over aluminium oxide heated to a temperature above 400°. 

When an equivalent quantity of a formate is mixed with the 
salt of the other fatty acid, an aldehyde is produced by the dis- 
tillation: 


CaHz-COONa |_соң..сг0 
HICOONal = C3H7-C <q t+ КМаСО». 
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When a mixture of the salts of two different fatty acids, excluding 
formates, is distilled, mized ketones are obtained: 


СН» -CO O N а CH3 CO -CoHs+Nae2COsz. 
CoHs-(COONa Methylethylketone 
Ketones are also readily formed by passing the free acids as 
vapour over precipitated aluminium oxide, Al20s, at 400°. 
2. Aldehydes or ketones can be obtained from compounds 
containing two halogen atoms linked to a single carbon atom, by 
heating them with water: 


CH;-CH(Cl,+H,|0 = CH,-CHO+2HCI. 


Ethylidene chloride 


3. When primary or secondary alcohols in the gaseous state are 
passed over finely-divided copper-dust, obtained by reduction of 
copper oxide, at 250°-400°, they yield hydrogen, and aldehydes or 
ketones respectively : 


CHa, +1° OH = H, + C,H2,0. 


4. Ап important method for the preparation of ketones, but 
not of aldehydes, is the interaction of acid chlorides and zinc alkides 
(75), and subsequent decomposition with water. An addition- 
product is first formed, its production being due to the transforma- 
tion of the double bond of the oxygen atom into a single one: 


OZnCH 
5 С / 3 
C Ha, Ce C] Zn CH. -GHaa COH. c. 


When this addition-product is treated with water a ketone is 


formed: 
OjZa|CHa H]O| 

C, Ha, 1 CL CH; + =C,Hen4;:CO-CH3+Zn0+CH,+ 
Ме H 4 HCl. 


тот. Common to the aldehydes and ketones is the power of 
forming addition-products. This property is due to the double 
bond of the oxygen atom, the conversion of which into a single 
bond sets free a carbon linking and an oxygen linking, and thus 
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enables the aldehydes and ketones to form addition-products with 
the following elements and compounds. 

1. Hydrogen.—An addition-product is produced by the action of 
sodium-amalgam on an aqueous solution of an aldehyde or ketone; 
or by passing the vapour of the aldehyde or ketone mixed with 
hydrogen over heated, finely-divided nickel. Primary alcohols are 
formed from aldehydes, and secondary from ketones. 

2. Sodium hydrogen sulphite. —When aldehydes or ketones are 
agitated with a very concentrated aqueous solution of this com- 
pound, a crystalline addition-product is obtained: 


H 
C2H5-C € О + NaHSO, = eme N 
H MH 

This constitution is assigned to these compounds because of their 
ready conversion by the action of dilute acids or sodium-carbonate 
solution into the corresponding aldehydes or ketones, mere solution 
in water effecting this decomposition for the higher members. For 
this reason, it is highly improbable that there is a direct bond 
between sulphur and carbon (59). ‘The primary sulphite com- 
pounds—sometimes incorrectly called “‘ bisulphite’’ compounds— 
dissolve readily in water, but are insoluble in very concentrated 
solutions of the acid sulphite itself. 

All ketones do not yield these addition-products. They are most 
readily obtained from those containing one methyl-group directly 
linked to carbonyl, or methylketones. 

The use of primary sulphite is often exceedingly serviceable 
for the purification of aldehydes or ketones, or for separating them 


from reaction-mixtures. 
3. Hydrocyanic acid.—When an aldehyde or ketone is brought 


into contact with anhydrous hydrocyanic acid, and a drop of an 
alkaline aqueous solution of potassium carbonate, potassium 
cyanide, or a similar substance, combination takes place: 

СН; X. OH 

CoH; >CO+HCN =, H>C <n: 
On addition of a small proportion of acid, the catalyst is rendered 
inoperative, and the cyanohydrins or hydrozyntiriles formed can 
be obtained in a pure state by vacuum distillation. This syn- 


$$ 102, 103] ALDEHYDES AND KETONES. 135 


thesis is important, since the cyanohydrins can be converted into 
hydroxy-acids by hydrolysis, a reaction affording a means of 
synthesizing such compounds (179, 5). 

102. With GRiGNARD's alkyl magnesium halides (75), alde- 
hydes and ketones form addition-products, and on treatment with 
water these yield respectively secondary and tertiary alcohols: 


H 
R-CH.E R'.Mg.I - R.CLO-Mg-I, 
NS 


Aldehyde Addition-product 
H 
2R- бо. Mg-I--2H50 « 2R.CHOH-R' 4- MgI; 4- Mg(OH)s; 
Secondary alcohol 


CHs 500 +CHs-Mg-Br = Cis 5¢.< 01 E" Br, 


СН» СН; 
Acetone Ain ack 
CH3 O. Mg . Br x 
2 Hs >C< CH, +2H20 CaN + MgBro+ Mg(OH)s. 


103. Other reactions common to aldehydes and ketones depend 
upon exchange of the doubly-linked oxygen atom for other atoms 
or groups. 

1. Phosphorus pentachloride replaces the oxygen atom by two 
chlorine atoms. 

2. Hydroxylamine reacts in accordance with the equation 


CH? » C[O-EHS]NOH. — Gy?>C:NOH+H,0. 


Oximes are thus produced, and are called aldorimes when derived 
from aldehydes, and ketoximes when derived from ketones. This 
reaction is of very general application. The oximes are either 
crystalline compounds, or liquids, and possess both acidic and 
basic properties. When they dre treated with bases, the hydrogen 
of the hydroxyl-group is replaced by a metal; with acids, addition- 
products are formed, the reaction being similar to the production 
of ammonium salts: 


(CH3),C—NOH. HCl. 


Acetoxime hydrochloride 
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On boiling with dilute hydrochloric acid, the oximes take up 
one molecule of water, yielding hydroxylamine, and either an alde- 
hyde or a ketone. 

The constitution of the oximes is discussed in 237. 

Energetic reduction converts the oximes into amines: 


R2C—NOH + 4H = ReCNHo+ 20. 
H 


The aldoximes are readily transformed into the corresponding 
nitriles by the action of dehydrating agents, such as acetic anhy- 
dride: 

C Ha, i C—N[OH > Ca Hingi CEN. 
[Н 


Ketoximes undergo a remarkable rearrangement of the atoms in 
the molecule or intramolecular transformation, called after its dis- 
coverer the “BECKMANN transformation.” It takes place, for 
example, under the influence of acetyl chloride. The ketoximes thus 
yield acid amides, with substituents 1n union with the nitrogen atom. 

R-C-R’ 
| — R-CO-NHR’. 
OH 
Oxime Amide 


- The behaviour of aldehydes and ketones with phenylhydrazine, 
C;SH;NH-NHs (310), is exactly analogous to that with hydroxyl- 
amine: 


E, » C[O-FHN-NH-O4H; = 2, >C=N-NH-CoHs+H0. 
Phenylhydrasine Phenylhydrasone 


The substances formed, called hydrazones, are either well-defined 
crystalline compounds, or liquids. When heated with hydrochloric 
acid, they take up the elements of water, forming phenylhydrazine 
and the corresponding aldehyde or ketone. Phenylhydrazine and 
hydroxylamine are important reagents for detecting the presence 
of the carbonyl-group. 


The constitution of the phenylhydrazones is thve established. 
Derivatives of phenylhydrazine obtained by replacement of the 
hydrogen of the imino-group, —NH, by an alkyl-group, react 
with aldehydes and ketones similarly to phenylhydrazine itself, so 
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that the structure ROT CH is excluded. This is rendered even 
5 


more evident by the fact that only phenylhydrazines containing 
an unsubstituted amino-group can form hydrazones. 


ALDEHYDES. 


104. In addition to the properties common to both aldehydes 
and ketones (ror-103), aldehydes have their own special pro- 
perties. 

1. Aldehydeammonia.—Acetaldehydeammonia is produced from 
ammonia and acetaldehyde: 


C.H,O+NH3 = C2H,ONHs3. 

Acetaldehyde Acetaldehydeammonia 
It is precipitated in the form of white crystals by the slow intro- 
duction of acetaldehyde into liquefied, anhydrous ammonia, or 
by gradual addition of a concentrated aqueous solution of ammonia 
to the aldehyde at low temperature. It is very soluble in water, 
and melts at 96°-98°. Acids decompose the aldehyde-ammonias 
into an aldehyde and ammonia; potassium hydroxide is unable 
‘to effect this decomposition. 

At ordinary temperatures the molecular formula of acetaldehyde- 
ammonia is three times its empirical formula. When dried over 
sulphuric acid, it loses water and is transformed into a substance 
of the formula (CH;-CHNH);, (105) à polymeride of ethylidene- 
imine. Water reconverts this product into acetaldehydeammonia. 
2. Acetals.—An aldehyde combines with two molecules of an 

alcohol, with elimination of water, and production of an acetal: 


H ОСН, ОСН, 
CHO noci 2 CH;.CH« OC; Hs 4 H30. 


Acetals are readily obtained by addition of the aldehyde to a one 
per cent. solution of anhydrous hydrochloric acid in the alcohol. 
The reaction is not complete; it is limited by the reverse one, since 
water acts on acetal, regenerating aldehyde and alcohol. Both the 
formation and decomposition of acetal are considerably accelerated 
by the presence of a small quantity of a strong mineral acid, which 
acts as a powe-ful catalyst. The acetals are liquids of aromatic 
odour, and distil without decomposition. They are not attacked 
by alkalis, but are resolved by acids into the compounds from which 
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odour, and distil without decomposition. They are not attacked 
by alkalis, but are resolved by acids into the compounds from which 
they were produced, a fact which supports the view expressed in 
the above structural formula, that the alkyl-groups and the alde- 
hyde-residue are indirectly united by oxygen, the stability of a 
carbon chain being sufficient to resist the action of such reagents. 

3. Reaction with acid anhydrides.—Addition-products are ob- 
tained with acid anhydrides: 

CH; -CB --O(COCH;), — CHs-CH « QCOCH'- 
Acetic anhydride 


These compounds are analogous to the acetals. They are easily 
decomposed by water, and still more readily by alkalis, into the 
corresponding acid and aldehyde. 

105. Two kinds of addition-products are also formed by the 
union of aldehyde molecules with one another. When a few 
drops of concentrated sulphuric acid are added to acetaldehyde, 
a liquid boiling at 22°, the mixture becomes warm, and then 
begins to boil violently. At the end of the reaction a colourless 
liquid is obtained, similar to the original one, but boiling about 
100° higher, at 124°: The empirical formula of this compound is the 
same as that of acetaldehyde, C2.H,O, but its vapour-density is 
three times as great, so that it has the molecular formula CgH 203. 
This substance, paracetaldehyde, 1s readily converted into acetal- 
dehyde by distillation with dilute sulphuric acid, another example 
of a reaction limited by the reverse one: 


CgH43203:23C3H40. 


The equilibrium reached must be independent of the nature of the 
acid, that is, of the catalyst (‘ Inorganic Chemistry,” 49), as has 
been proved for this reaction by experiment. The same equilib- 
rium must be attained without the aid of any catalyst, but the 
change proceeds so slowly that no experimental proof has yet been 
possible. A direct union between the carbon atoms.of the three 
aldehyde molecules in paracetaldehyde is improbable, and the 
existence of an indirect linking through the oxygen atoms must be 
assumed, beceuse it accounts for the ease with which the molecule 
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of paracetaldehyde can be resolved. The compound is not attacked 
by sodium, and therefore cannot contain hydroxyl-groups. It 
lacks all the characteristics of aldehydes, proving the absence of 


the group A. These properties are best expressed by the 
constitutional formula 


HA\a 
св. C.CHs 


The union of two or more molecules of a substance to form 
a body from which the original compound can be regenerated is 
called polymerization. 

106. Under the influence of dilute alkali-solutions aldehyde 
molecules combine with production of compounds of a different 
kind. When an aqueous solution of acetaldehyde is warmed with 
concentrated caustic potash, the liquid becomes yellow; after a 
short time, reddish-yellow, amorphous masses are precipitated. 
The aldehyde has resinifi'd, and the reddish-yellow substance 
formed is called aldehyde-resin. When, however, dilute caustic 
potash (or sodium acetate, zine chloride, etc.) is added to acetalde- 
hyde, a substance is formed having the same empirical composition 
as acetaldehyde, but with double the molecular formula, C,HgQz. 
This compound is called aldol: it is a liquid, distilling without de- 
composition under diminished pressure, and readily undergoing poly- 
merization. It possesses the properties characteristic of aldehydes, 
yielding on oxidation, for example, an acid with the same number 
of carbon atoms. The acid thus obtained has the formula C4Hg0;, 
and is a n-hydroxybutyric acid; that is, n-butyric acid with one 
H-atom of the alkyl-group replaced by hydroxyl. It can be con- 
verted into n-butyric acid, with a chain of four carbon atoms, 
proving the presence of a similar chain in aldol. Hence, in this 
ease, the union of the aldehyde molecules has been effected 
through the carbon bonds, а view supported by the fact that aldol 
cannot be reconverted into aldehyde. The combination of the 
aldehyde molecules to form aldol may be represented by the equa- 


tion 
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H 
H H / H 
СНз.Со +HCH2-Co = СЕС оне 
Aldol 


This constitutional formula expresses the properties of aldol. 


Instead of explaining the formation of aldol by assuming the 
combination of one of the hydrogen atoms of one aldehyde molecule 
with the oxygen atom of another to form hydroxyl, it might be 
supposed that an aldehyde molecule unites with a molecule of water, 
the addition-product formed reacting with a second molecule of 
aldehyde with elimination of water: 


H 


CH,-CG +H,0 - сн,.б<ОН; 


OH +H CH, :CHO = CH, C SCH,-CHO +H,0. 
Aldol 


Reactions are often explained by assuming the formation of such 
addition-products and the subsequent elimination of water. In-a 
few instances this view has been experimentally verified. 


Aldo] is both an alcohol and an aldehyde, hence its name, 
ald(ehyde-alcoh)ol. The union of molecules through carbon bonds, 
as in the formation of aldol, with the production of compounds 
from which the original substance cannot be regenerated by any 
simple method, is called condensation. 


It is probable that aldehyde-resin is a product resulting from 
continued condensation of the aldol molecules with elimination of 
water, just as aldol itself readily loses one molecule of water when 
heated, with formation of crotonaldehyde (142): : 


СН,.СНОН.СН,. са —H,0 -CH,.CH: CH. б. 


Aldol Crotonaldehyde 


The mechanism of the condensation of the higher aldehydes 
always involves transposition of a hydrogen atom linked to the 
carbon atom carrying the aldehyde-group of one molecule, this 
hydrogen combining with the carbonyl-oxygen of another molecule 
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to form hydroxyl, the liberated carbon valencies being simulta- 
neously saturated: 


СьНза+! к муос „СаНа+=СНзш+ = -CHOH .CaHsm41. 
C 


H 

WIELAND has made some interesting experiments on the oxidation 

of aldehydes to acids. The old theory assumed the direct union of 
the aldehyde with an atom of oxygen: 


R-CHO+0=R-COOH.__ 


WIELAND has proved the mechanism of acid formation to depend 
on an initial combination of the aldehyde with water, the addition- 
product formed subsequently losing hydrogen, which is oxidized to 
water: 

R-CHO+H,0 =R-CH(OH)s; 

R-CH(OH); = R-COOH +2H; 

2H+0 =H,0. 


Agitation of an aqueous solutior of aldehyde with palladium-black 
in absence of air produces the corresponding acid and palladium 
hydride. On access of air, or addition of an oxidizer, the hydrogen 
attached to the metal is oxidized, and there is a further formation 
of acid. The presence of water is essential to the production of acid, 
for although anhydrous acetaldehyde and dry silver oxide do not 
react, addition of water instantly induces energetic oxidation. 

г By means of analogous experiments, WIELAND has demonstrated 
the conversion of primary alcohols into aldehydes to be dependent 
on the abstraction of two hydrogen atoms from the CH,OH-group. 


^ 


Tests for Aldehydes. 


107. The following tests serve for the detection of aldehydes. 

1. Resinification with alkalis. 

2. Reduction of an ammoniacal silver solution. This solution 
is prepared by adding excess of caustic potash to a solution of 
silver nitrate, and then just sufficient ammonia to dissolve the 
precipitated silver oxide. When this liquid is brought into a 
dilute aqueous solution of an aldehyde, and the mixture warmed, 
a beautiful mirror of metallic silver is deposited on the sides of 
the tube. 
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3. When an aldehyde is added to a solution of magenta 
scolorized by sulphurous acid—Scuirr’s reagent—the red colour 
is restored. 


Formaldehyde, H-C < a 


108. Formic acid, the first member of the homologcus series of 
fatty acids, has certain properties not possessed by the higher 
members (81). Formaldehyde affords another striking example of 
this phenomenon of disparity between the first and succeeding 
members in a homologous series. 

It is obtained by the oxidation of methyl alcohol, effected by 
passing a mixture of air and methyl-alcohol vapour over a hot 
spiral of platinum or copper. The heat produced by the reaction 
is sufficient to raise the temperature of the spiral to redness, and 
to maintain it at that point, provided the stream of gas is passed 
over it with sufficient velocity. The formaldehyde produced is 
absorbed by water, in which it dissolves readily. 

This aldehyde is a product of the incomplete combustion of 
wood, peat. and many other organic substances This fact 
explains its presence in traces in the atmosphere, especially in 
that of large towns. Its formation from methane and ozone is 
also noteworthy. 

Formaldehyde has a very pungent odour. At ordinary tem- 
peratures it is gaseous, but when cooled with solid carbon dioxide 
and ether, it forms a liquid boiling at —20°. Even at this tem- 
perature polymerization begins, and at higher temperatures it 
proceeds with explosive energy. When the aqueous solution is 
evaporated, paraformaldehyde,a crystalline polymeride of unknown 
molecular weight, is produced. It melts at 63°. On concentrat- 
ing asolution of formaldehyde with strong sulphuric acid, only 
part of the formaldehyde is evolved as gas; the rest polymerizes, 
and remains as a white, crystalline mass, a mixture of a-, 8-, and 
y-polyoxymethylene. The molecular weights of these polymerides 
are not known: on heating, they are reconverted into formalde- 
hyde, proving them true polymerides. Prolonged heating of the 
y-variety with water vields another poly meride, 0-po yorymethylene. 
On treatment with am:nonia ut the ordinary temperature, formal- 
dehyde does not yield an aldehydeammonia, but a complicated 
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compound, CsH;2N4, hezamethylenetetramine, (CH3)eN4, & crys- 
talline, very hygroscopic, basic substance, employed as a medicine 
under the name “ urotropine.” At 120°-160° and increased 
pressure, methylamines are formed: 


2NH3 +3CH20 =2NH2-CH3+COe+ H20; 
2N H3 + 6CH20 =2NH (CH3) a+ 2CO2 + 2H30; 
2NH3 + 9CH20 =2N (CH3)3 + ЗСО» + 3H20. 


When treated with potassium hydroxide, formaldehyde does 
not resinify, but is converted into methyl alcohol and formic 
acid : | 

2CH20 + H2O =CH30H + HCOOH. 


When a fifteen per cent. solution of formaldehyde is mixed 
with an equal volume of a solution of sodium hydroxide, and a 
small proportion of cuprous oxide added, formic acid is produced, 
with evolution of hydrogen: 


H-CHO+ H20 =H-COOH + Hg. 


The oxime of formaldehyde also polymerizes readily. For- 
maldehyde and its derivatives display a much greater tendency 
towards polymerization than the other aldehydes and their deriva- 
tives, and differ from them in their behaviour with ammonia and 
with caustic potash. 

An aqueous solution containing 40 per cent. of formaldehyde 
fs a commercial product, and is called ‘‘formalin.”” After dilution, 
it is employed as a disinfectant, and in the preservation of ana- 
tomical specimens. It possesses the remarkable property of con- 
verting protein substances into a hard, elastic mass, quite insol- 
uble in water. The contents of a hen’s egg, for example, undergo 
this transformation through contact with formalin for half-an- 
hour; brain-substance attains the consistency of india-rubber; 
and a solution of gelatin is converted into a hard, transparent, in- 
soluble, odourless mass, reducible to a fine powder. Before 
development, photozraphic films with a basis of gelatin are 
immersed in a dilute solution of formaldehyde for a short time 
to render the gelatin insofuble. 

The condensation of formaldehyde is discussed in 206. 
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The concentration of a formalin solution is determined by adding 
excess of a solution of twice normal sodium hydroxide, and then 
hydrogen peroxide, the formaldehyde being converted completely 
into formic acid. The excess of alkali is estimated by titration, and 
from the result the amount of formaldehyde can be calculated, 
since one molecule of the aldehyde yields one molecule of the acid. 


Acetaldehyde, CH3-C< 8. 


109. Acetaldehyde is the typical aldehyde of this series, since 
it has all the properties characteristic of aldehydes as a class. It 
is obtained by the oxidation of ethyl alcohol by means of potassium 
dichromate and sulphuric acid, and is a liquid with a disagreeable 
odour, at least in the dilute state: it boils at 22°, and solidifies at 
—120-6°. It readily polymerizes to paracetaldehyde, CeH1203 
(105), ог to metacetaldehyde. The molecular weight of this 
product is not known with certainty, but cryoscopic determina- 
tions point to the formula (C2H,O)4, or a polymeric multiple of 
it. Metacetaldehyde forms well-developed, acicular crystals, 
which begin to sublime at 150°. Neither it nor paracetaldehyde 
exhibits the aldehyde reactions; for example, neither is resinified 
by alkalis. 


The inter-relationship of acetaldehyde, paracetaldehyde, and 
metacetaldehyde is still a matter of doubt, but certain facts have 
been definitely established. Acetaldehyde is converted into par- 
acetaldehyde by the action of various catalysts, among them sul- 
phuric acid at ordinary or somewhat higher temperature, met- 
acetaldehyde being also produced in small proportion. If the liquid 
is strongly cooled immediately after addition of the catalyst, 
metacetaldehyde is the main product, and crystallizes out in well- 
developed needles, but paracetaldehyde is also formed. If the 
temperature rises, metacetaldehyde is decomposed under the 
influence of the catalyst, with production of acetaldehyde and par- 
acetaldehyde. No direct transformation of metacetaldehyde into 
paracetaldehyde has been observed, the mechanism of the trans- 
formation probably involving a preliminary complete depolymeriza- 
tion to acetaldehyde, followed by the formation of paracetaldehyde. 

Addition of a very small proportion of sulphuric acid to ice-cold 
acetaldehyde generates metacetaldehyde, but, on further addition 
of sulphuric acid, the metacetaldehyde disappears, and paracetal- 
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dehyde is formed. Calcium chloride, a much less energetic catalyst, 
also induces the formation of metacetaldehyde, paracetaldehyde 
being produced only in traces. The equilibrium between acetal- 
dehyce and metacetaldehyde is, therefore, much -more readily 
attained than that between acetaldehyde and paracetaldehyde. 
The predominance of paracetaldehyde or metacetaldehyde in the 


ternary system 
Paracetaldehyde = Acetaldehyde = Metacetaldehyde 


is dependent on the experimental conditions, temperature being a 
very important factor. 

In practice, acetaldehyde is transformed into paracetaldehyde 
by addition of sulphuric acid, the catalyst being rendered inopera- 
tive by neutralization of the acid after completion of the reaction. 
The acetaldehyde and paracetaldehyde can then be readily separated 
by distillation. Inversely, the conversion of paracetaldehyde into 
acetaldehyde is effected by addition of sulphuric acid, and dis- 
tillation of the mixture from a water-bath. The volatilization of the 
acetaldehyde upsets the equilibrium, causing the catalyst to decom- 
pose a fresh portion of paracetaldehyde. The acetaldehyde thus 
produced distils, and the process continues until the eonversion into 
acetaldehyde is complete. 

In’ preparing metacetaldehyde, the acetaldehyde is cooled to a 
low temperature, and dilute sulphuric acid added. Méetacetalde- 
hyde crystallizes out, and can be isolated by filtration. The 

. mode of reconverting it into acetaldehyde is similar to that described 
for paracetaldehyde. 


KETONES. 


110. The properties characteristic of the ketones are described 
in 101-103. The first member of the homologous series cannot 
contain less than three carbon atoms. 

Ketones have the general formula R-CO-R’, and are always 
divided at the carbonyl-group by oxidation (9g); that is, oxida- 
tion occurs at that part of the molecule already containing oxygen 
(45). The decomposition can, however, take place in two different 


ways: 
R-|CO-R’ or R-CO-|R’. 
I п 


Thus, methylnonylketone, CH3-|CO-|CgHyj9, can yield formic 
I п 
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acid, CH205, and caprice acid, CioH 2902; or acetic acid, C2H405, 
and pelargonic acid, CgH;g0.2; the decomposition taking place at 
the points indicated by the lines I. and II. respectively. The oxida- 
tion is such that the decomposition takes place at both points 
simultaneously, so that four acids are obtained. Twoof them may 
be identical; for example, the oxidation of methylethylketone, 
CH;-CO-C2H5, produces acetic acid and acetic acid by decom- 
position at point Il., and formic acid and propionic acid by decom- 
position at I. Usually the reaction which leaves the carbonyl in 
union with the smallest alkyl-residue predominates. Oxidation 
therefore affords a means of determining the position of the car- 
bonyl-group in the ketone molecule. 

The ketones are further distinguished from the aldehydes 
by their behaviour towards ammonia: this reaction has been care- 
fully investigated for acetone, the first member of the series. By 
elimination of water it yields complicated substances, such as 
diacetoneamine, CgHi3NO or (2C3H6O+NH3— H20), triacetone- 
amine, CgH17NO or (8C3HgO+ NH3 — 22H20), and so on. 

- The ketones do not yield polymerides, but are capable of form- 
ing condensation-products. 


Acetone, CH3-CO-CHs. 


III. Acetone is prepared on the manufacturing scale from 
crude wood-spirit (42), and by the dry distillation of calcium ace- 
tate. It is present in very small quantities in normal urine, but 
in much greater proportion in pathological cases, such as diabetes 
mellitus and acetonuria. It is a liquid of peculiar, peppermint-like 
odour, boils at 56-3°, solidifies at —94-9°, and has a specific gravity 
of 0-812 at 0°. It is anexcellent solvent for many organic com- 
pounds, and is miscible in all proportions with water; on addition 
of certain salts, such as potassium carbonate, the liquid separates 
into two layers. It is converted by reduction into isopropyl 
alcohol (150), and yields a crystalline oxime melting at 69°. 
Condensation-products derived from acetone are considered in 143 
and 385. 


Sulphonal, an important soporific, is prepared from acetone. In 
presence of hydrochloric acid, acetone unites with ethylmercaptan 
with elimination of water: 
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(CH 3),CO + 2HS С.Н, = (CH,),C (SC,H,), + H,O. 
gres dais e da 
mercaptole 


Oxidation with potassiumra permanganate converts the two sulpbur 
atorns of this compound into SO,-groups, forming diethylsulphonedi- 
met hylmethane, (CH;,),C(SO,C,H,), or sulphonal. It crystallizes in 
colourless prisms, soluble with difficulty in cold water, and melting 
at 126°. 

"Тһе soporific action of sulphonal must be ascribed to its ethyl- 
groups. Dimethylsulphonedimethylmethane (I.) lacks this property; 
but as its methyl-groups are replaced by ethyl-groups, the hypnotic 
power becomes augmented, attaining its maximum in fetronal (IV.) 
(compare 271): 


CH; Ze CH; SO.C.Hs, 
L 5 | IL. >< ‚ 
CH; SOYCH; CH; SO.C;H; 
Sulphonal 
С.Н, SO.C:H, С.Н, SO,C;H, 


ш. »« , OW, »« | 
CH, 80:CH. CH.  $0:GH, 


Tetronal 


UNSATURATED HYDROCARBONS, 


I. ALEYLENES OR OLEFINES, C,Han- 


Methods of Formation. 


II2. l. The olefines are formed in the dry distillation of com- 
plicated carbon compounds, a fact which accounts for their pres- 
ence to the extent of 4-5 per cent. in coal-gas. 

2. By elimination of the elements of water from the alcohols 
C,H2554.20: 


C;H;, -OH = С5Н 16 + H30. 


This can sometimes be effected by heat alone, as with tertiary 
alcohols, but it is usually necessary to warm the alcohol with a 
dehydrating agent, such as concentrated sulphuric acid (54 and 
115) or zinc chloride. Water is more readily eliminated from the 
secondary and tertiary alcohols than from the corresponding pri- 
mary compounds. a 

3. By abstraction of hydrogen halide from alkyl halides, effected 
by heating with alcoholic potash, a solution of caustic potash in 
alcohol: 


C4 H24 4,11 4- KOC;H5 — О.Н 4- KI 4-C9H5OH. 
An ether is also formed (55): 
С„Нә+1:1+ KOCH; — C,H5,,10C2H;- KI. 


With alkyl iodides the reaction chiefly follows the first equation, 
the secondary and tertiary iodides being specially adapted for the 
production of unsaturated hydrocarbons. 

148 
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Name. Formula. Boiling- Name Formula. Boiling- 
point. 
Ethylene. ... C;H, —103? || Heptylene .. GB, 98° 
Propylene... C,H, — 48° |] Octylene.... CH s 124° 
n-Butylene. . C,H, — 5° || Nonylene. .. C,H 153° 
n-Amylene.. . СН» 39° lene.... C, Hg 172° 
Hexylene. ... C,Hi; 68? || Undecylene. СН» 195° 





The names of the members of this series are derived from those 
of the saturated hydrocarbons by altering the termination “ane ”’ 
to *ylene." These compounds are denoted by the general name 
alkylenes or olefines. 

To indicate the position of the double bond in the molecule, 
the alkylenes are sometimes regarded as substituted ethylenes: 
thus, CH3-CH:CH-CH3 is called symmetrical dimethylelhy!ene; 
and (CH3)2C:CHe, unsymmetrical dimethylethylene. 


Properties. 


113. The lowest members of this homologous series are gases, 
and are slightly soluble in water: the higher members are liquids 
or solids, insoluble in water, but soluble in alcohol and ether. At 
their melting-points the specific gravities of the lower members 
are about 0-63, rising with increase in the number of carbon 
atoms to about 0-79. They are only slightly higher than those 
of the corresponding saturated hydrocarbons; but their refrac- 
tions are much higher (120). Like the saturated hydrocarbons, 
the olefines are colourless. | 

Their most important chemical property is the power of form- 
ing addition-products, and on account of it they are said to be 
unsaturated. Addition-products are very readily obtained by the 
action of the halogens, especially bromine, on the olefines and 
other substances containing a double bond, the presence of which 
сап be detected by the decolorization of bromine-water. Another 
test for the presence of a double bond, suggested by vou BAEYER, 
is carried out by agitating the substance with a dilute solution of 
potassium permanganate and sodium carbonate. Owing to the 
reducing action of compounds containing a double carbon bond, 
the violet colour of the permanganate quickly disappears, with 
formation of a brown-red, flocculent precipitate of hydrated man- 
ganese dioxide. Compounds of other classes. such as aldehydes, 
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react similarly with potassium permanganate, so that the test can 
only be applied in their absence to hydrocarbons, unsaturated 
acids, and a few other substances. 

The hydrogen halides react by addition with the olefines to 
form the alkyl halides, hydriodic acid combining very readily. 

Concentrated sulphuric acid yields the alkylsulphuric acids by 
addition: it is sometimes necessary to employ the fuming acid. 
The addition of sulphuric acid, like that of the hydrogen halides, 
results in the union of the acid-residue with the unsaturated carbon 
atom linked to the smallest amount of hydrogen. For example, 


tsobutylene, on >С:СН., treated with sulphuric or hydriodic acid 
yields | 


CH3 CH3 
>C—CH3 or CH, d S: 
I 


CH 
* bso. 


This reaction may be otherwise expressed by stating that there 
is a tendency for the number of methyl-groups to increase in such 
*ddition-reactions. 

Hypochlorous acid, Cl-OH, can also form addition-products 
which are chloro-alcohols: 


CH;-—CH;-rCl-OH - CH;CI -CH50H. 
Ethylene Glycolchlorohydrin 


114. Olefines can form condensation-products, butylene and the 
amylenes yielding them on treatment with moderately dilute sul- 
phuric acid, although ethylene cannot be similarly condensed. The 
condensation may be explained by assuming that an addition- 
product with sulphuric acid, or alkylsulphuric acid, is first formed, 
and then reacts with a second molecule of the olefine: 


(CHs)20—CHs 


СНз. с. он n 
Quoc ebat OSO,H +H] HC:C(CHs),’ 
(СНз) ССН; 
HC—C(CHs)e. 


The simplest member of this series, CH5, methylene, has not 
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been obtained. Various attempts have been made to prepare it: 
for instance, by the elimination of HCl from methyl chloride. 
Such experiments have always resulted in the formation, not of 
methylene, but of ethylene, two CHe-groups uniting to form a 
single molecule. 


Ethylene, C2H4. 


115. Ethylene is a gas, and is usually prepared by heating a 
mixture of ethyl alcohol and sulphuric acid. Ethylsulphuric acid 
is first formed (54), and on further heating decomposes into ethyl- 
. ene and sulphuric acid: 


CoH;SO4H =C2H4+ H2804. 


In the preparation of ether (56) the temperature is maintained 
below a certain limit, and fresh alcohol is continually added, 
but in this reaction a higher temperature is employed, and 
no alcohol is added. At the temperature of the reaction, 
sulphur dioxide and carbon dioxide are produced, but can be 
removed from the ethylene by passing it through dilute alkali. 


It has been customary to add sand to the mixture of alcohol 
and sulphuric acid in the flask, with a view to prevent undue foam- 
ing of the liquid. SENpERENS has proved that the sand exerts a 
catalytic, accelerating influence, producing a more vigorous evolu- 
tion of gas at a lower temperature. Addition of 5 g. of anhydrous 
aluminium sulphate per 100 c.c. of liquid is even more effective, 
and also practically eliminates the tendency to foaming. 


A purer product is obtained by passing the vapour of ethyl 
alcohol over clay balls heated at 300?—400?, water and ethylene 
being formed. When passed over aluminium oxide at 400°, 
ether-vapour also gives a good yield of water and ethylene. 

Ethylene can also be prepared from ethylene bromide, C4H4Brs, 
by removal of its two bromine atoms, which is effected by bringing 
it into contact with GLADSTONE and TRIBE’s copper-zinc couple. 

Ethylene possesses a peculiar, sweetish odour, and burns with 
a luminous flame. It is slightly soluble in water and in alcohol. 
When passed into bromine it is quickly converted into ethylene 
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bromide, C2H,4Bre (148). It is readily absorbed by concentrated 
sulphuric acid at 170°, with formation of ethylsulphuric acid. 
SaBATIER found that a mixture of hydrogen and ethylene is 
changed completely into ethane when passed over finely-divided 
nickel at temperatures of less than 300° (28). 


Amylenes, C4H;o. 


116. A mixture of isomeric amylenes and pentane is technically 
prepared by heating fusel-oil (43) with zinc chloride. 

The isomeric amylenes can be separated by two methods, also 
applicable in other similar cases. One is based on the solu- 
bility at a low temperature of some of the isomerides in a mixture 
of equal volumes of water and concentrated sulphuric acid, with 
formation of amylsulphuric acids; the other isomerides are insol- 
uble. This treatment, however, converts part of the amylenes into 
condensation-products, called diamylene and triamylene. The other 
mode of separation depends upon the different velocities with which 
the isomeric amylenes form addition-products with hydriodic acid. 


The Structure of Unsaturated Compounds. 


117. Hitherto the existence of a double carbon bond in the 
alkylenes has been arbitrarily assumed: the constitution of un- 
saturated compounds could, however, be represented in a variety 
of ways. 

1. Existence of bivalent or tervalent carbon atoms: 

п ш ш 
CH3—C—CH3, СН»—С©н—СН;. 


2. Existence of free bonds: 
a. On one carbon atom only: 


CH3—&—CHs. 


b. On different carbon atoms: 
e" 
| 








$ 117] STRUCTURE OF UNSATURATED COMPOUNDS. 153 


3. Existence of a double carbon bond: 
CH; —CH—CHg. 
4. Existence of a closed chain or ring: 
CH3—CH;. 


bd 


CH3 


It is stated in 113 that unsaturated compounds are convertible 
into saturated compounds by addition of atoms or groups. The 
constitution of these addition-products on the one hand, and the 
method of formation of the unsaturated products obtained by the 
elimination of a hydrogen halide, etc., from the saturated com- 
pounds on the other, enable a decision to be arrived at between 
these four possibilities. 

It should be observed that the addition-product is the same. 
whether the existence of a bivalent carbon atom, or of two free 
bonds on the same carbon atom, be assumed. Thus, whether 


propylene be supposed to have the constitution CH;-C-CHg or 
CH3- C-CHs, the addition of bromine produces the same substance, 


CH;-CBr2-CH3. Similarly, the assumption of tervalent carbon 
atoms, or of free bonds on different carbon atoms, leads to the 


same result; CH; -CH, with two tervalent carbon atoms, and 
p me with free bonds, yielding with bromine the same addi- 


tion-product, CH5Br-CH3Br. It follows that for the present it is 
unnecessary to treat cases 1 and 2 separately. 

It is readily proved that addition does not take place at only 
one carbon of unsaturated compounds, for otherwise ethylene 
chloride, C2H,Cle, would have the constitution CH3-CHCls, and 
ethylene itself, CH3-CH. Ethylene chloride would then be iden- 
tical with the product obtained by the action of phosphorus penta- 
chloride upon acetaldehyde, CH3-CHO, since the exchange of 
the oxygen atom in the latter for two chlorine atoms yields a com- 
pound of the formula CH3-CHClg. But ethylene chloride is differ- 
ent from the compound C3H,Clg (ethylidene chloride) got from alde- 
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hyde. Similarly, propylene chloride, C3H6Cl2, formed by the 
addition of chlorine to propylene, is not identical with the reaction- 
product obtained by treating acetone with phosphorus penta- 
chloride, CH3-CClg-CH3 (chloroacetone), nor with that from pro- 
pionaldehyde, CH3-CH2-CHClg (propylidene chloride). Ethylene 


therefore cannot have either the formula СНз.СН or CH;-CH. 


nor propylene any of the formule СНз.С СНз, CH; .CH;.CH, 


CH;-C-CHs, or CH;-CH;-CH. | 
118. A further insight into the structure of the unsaturated com- 
pounds is derived from other considerations. Propylene is obtained 
by the elimination of HI from n-propyl iodide, CH3-CH3-CH;I. 
The same compound is produced by the removal of HI from iso- 
propyl iodide, CH3-CHI-CH3. Hence, it follows that propylene 
CHe—CHg 
cannot have either the formula oa or < VA , and 
СН, 
therefore the remaining possibilities аге d 


CH;-CH-CH3, and CHa-CH:CHs. 

isoButylene, C4Hg, is similarly formed by the elimination of 
HI from both isobutyl iodide, (CH3)2C{H|CHa[I], and tertiary butyl 
iodide, (CH3)2C|T|-CH2'H]. Thus, ?sobutylene can only have one of 


the formule (CH), 6-0 (СНз) С-Н, апа (СНз) :С:СН}. 


Both these examples indicate that the removal of hydrogen halide 
from an alkyl halide necessitates the elimination oj a halogen atom 
and a hydrogen atom respectively in union with two carbon atoms 
directly linked together. 

Other examplesserve as further illustrations of thisprinciple. It 


HI be removed from a pentyl iodide, GHI P CH-CHsL, the result- 


ing amylene, C5H;o, should, in accordance with the principle, have 


the constitution OH; > C-CHa. That it actually has is proved by 


the fact that the addition-product obtained by the action of hydri- 
odie acid on this amylene is not the original pentyl iodide, but one 
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with the formula cu 3 5» CI-CHg, as is established by replacement 


of I by OH, and comparison of the tertiary alcohol thus obtained 
with that of the same formula prepared by the synthetic method 
described in 102. 

The constitution of another pentyl iodide, (CH3)2CH-CH2-CHal, 
which yields C5H;o on elimination of H1, may be similarly estab- 
lished. With hydriodic acid this amylene yields another pentyl 
iodide, (CH3)2CH-CHI-CHs: the constitution of this compound is 
proved by its conversion into an alcohol which yields a ketone on 
oxidation, and is therefore a secondary alcohol. 


Butterow has proved that the removal of hydrogen halide is 
impossible when the halogen atom and hydrogen atom are not 
united with carbon atoms in juxtaposition to one another. He 
converted isobutylene, (CH,),C:CH,, by addition of two bromine 
atoms into (CH;),CBr-CH,Br. Elimination of HBr from this di- 
bromide produced (CH;),C :CHBr, the constitution of which is in- 
ferred from its oxidation to acetone: 


(CH,),C|:CHBr — (CH,),CO 


It was not possible again to eliminate HBr from the compound 
(CH,),C:CHBr, monobromobutylene, there being no hydrogen at- 
tached to the carbon atom in direct union with the CHBr-group. 


119. From the foregoing considerations it is evident that only 
three possible constitutional formule remain for the unsaturated 
hydrocarbons. 

1. Two free bonds on two carbon atoms directly linked to one 
another: R-CH- A R. 


2. Tervalent carbon atoms in direct union: R-CH .CH-R’. 

3. A double bond between two carbon atoms: R-CH:CH-R’, 

For several reasons the preference is given to the formula with 
the double bond. First, it would be remarkable if only carbon 
atoms in juxtaposition to one another could have free bonds, or be 
tervalent. Second, experience has shown that unsaturated com- 
pounds containing an uneven number of free bonds or tervalent 
carbon atoms do not exist. Next to the saturated hydrocarbons 
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С.Н, +з, соте ір огӣег of the number of hydrogen atoms, C,H», 
C,,Hen—2, ete. Hydrocarbons, C,He,41, CaHea-1, etc., with one or 
three free bonds, or tervalent carbon atoms, are unknown, all 
attempts to isolate methyl CHs, ethyl C2H5, etc., having failed. The 
facts afford no support for the assumption of either free bonds or 
of tervalent carbon atoms. On the other hand, in forming a double 
linking hydrogen halide must be eliminated from adjoining carbon 
atoms in direct union, thus excluding the possibility of the forma- 
tion of such compounds as C,H2,.,. Only the existence of the 
double bond, therefore, explains the observed facts. 

The non-existence of free bonds in the unsaturated hydro- 
carbons has led by analogy to the conclusion that they are also 
&bsent from other compounds containing atoms doubly linked, 
trebly linked, etc., such as nitrogen in the nitriles, oxygen in the 
ketones, and so on. 

120. The assumption of the existence of multiple bonds pre- 
sents at first sight, however, certain difficulties when the power 
of forming addition-products possessed by all such compounds is 
considered. As has been stated several times, carbon bonds are 
only severed with difficulty (36), but the double carbon bond is 
very readily converted into a single one by formation of an addi- 
tion-product. It is still more remarkable that when a substance 
containing a double carbon bond is oxidized, the chain is always 
severed at the double bond. A satisfactory explanation is afforded 
by the fact that when substances containing a double carbon bond 
are oxidized, it is often possible to prove that there is no direct 
rupture of the carbon chain at the double bond, but that an addi- 
tion-product is first formed by the taking up of two OH-groups: 


“сн NCHOH 


| becomes - ‘ 
H HOH 


Such derivatives can often be isolated. Since oxidation always 
takes place at a point where it has already begun (45), it follows 
that further oxidation of such a compound must result in a sever- 
ance of the carbon chain at the position previously occupied by the 
double bond. The breaking of the unsaturated chain by oxidation 
therefore depends on the formation of an intermediate addition- 
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product, and it is only necessary to find an explanation, for the 
ease with which the addition is effected, an object best attained by 
a consideration of the nature of the bonds between the atoms. An 
affinity or bond may be looked upon as an attraction exercised by 
one atom upon another. Should an atom possess more than one 
affinity, it is assumed that the attraction is exercised in more than 
one direction, and is concentrated at certain points of its surface, 
somewhat after the manner in which the attraction exercised by a 
magnet is concentrated at its two poles. Any other assumption, 
such as that the attracting force is equally distributed over the 
whole surface of an atom, would make it difficult to understand 
how each element could have a determinate valency. If the carbon 
atom is quadrivalent, there must be on its surface four such points 
or "poles," situated at the angles of a regular tetrahedron (48). 
When there is a single bond between two such poles on different 
carbon atoms, their mutual attraction causes the atoms to approach 
one another as closely as possible. 

Vo DAEYER has suggested that these poles on the surface of 
carbon atoms are movable. Such a movement results, however, 
in a certain ‘strain,’ and this tends to make the poles revert to 
their original position. Thus, on conversion of a single bond 
between two carbon atoms into a double bond, the directions of 
the affinities of each carbon atom must undergo an appreciable 
alteration: 


—C———_C— becomes —C=———C—. 


Nau 


The resulting strain is therefore a cause of the readiness with 
which double bonds can be severed. Von BABYER’S strain 
theory affords an explanation of other important phenomena 
also. 

Evidently the double bond must not be regarded as a mere 
duplication of the single bond, as the expression “double bond ” 
would indicate. ] 

The presence of a double bond exerts a great influence on 
chemical properties, as has been demonstrated, but its effect 
on physical properties is no less marked. This phenomenon 
has been most fully investigated in connection with refraction. 
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The molecular refraction (26) of a large number of unsatu- 
rated compounds containing a double bond and of the correspond- 
ing saturated derivatives has been determined by Eykman. His 
results indicate the molecular dispersion y-a, or the difference 
between the molecular refraction for the a-line of the hydrogen 
spectrum and that for the 4-line, to be appreciably greater for 
unsaturated compounds than for the corresponding saturated 
derivatives. This phenomenon is exemplified by the molecular 
refraction of CgHi4: for the a-line it is 65.214; for the y-line 
it is 66-913; the dispersion is therefore 1-699. For CeHi2 the 
value for the a-line is 64-814, and that for the y-line is 67-027, 
the dispersion being 2.213 employing EvkMaN's formula. | 

The difference between the molecular refraction of a saturated 
compound and that of the corresponding unsaturated compound 
with two hydrogen atoms less in its molecule is denoted by [Ho]. 
Its value for the a-line of the hydrogen spectrum, employing 
Eyxman’s formula, may lie between 1-0 and 0-2. Further 
investigation has proved this variation to depend on the number 
of carbon atoms in direct union with the group >C=C<. For 
[H2]1, corresponding with direct union of one carbon atom with 
the group » C—C « , the mean value has been found to be 0-96; 
for [H2]2, corresponding with two carbon atoms in direct union, 
it is 0-59; and for [H2]; it is 0-24. These examples illustrate the 
aid furnished by refractometry in locating the position in the 
molecule occupied by a double bond. 


There is an important difference between the molecular refrac- 
tion of a hydrocarbon C,H», and that of (CH:),. The value cor- 
responding with CH; for the oa-line is given in 33 as 10°260. The 
molecular refraction a for CsHi: is 64°814; whereas that for (CH:), 
is 61°56. The presence of the double linking causes an increase of 
the refraction, known as the increment of the double bond. 


II. ALICYCLIC COMPOUNDS, C,H. 


121. Isomeric with the olefines is a series of compounds, C,Hon, 
chiefly distinguished from the former by the absence of, or at 
least a diminution in, the power of forming addition-products. 
Most of these compounds are very stable: thus cyclopentane, 
CsHio, closely resembles n-pentane, CsHı2. The methods for the 
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. formation of these compounds make it evident that there is a 
ring or closed carbon chain in the molecule (275-280). 


III. HYDROCARBONS, CnHm-s. 


122. Two structures are possible for these compounds, which 
contain four hydrogen atoms less than the corresponding paraffins. 
Hydrocarbons with two double bonds have the general formula 
C,H2-2; for example, 


CH2: CH-CH:CHg. 


Vinylethylene 


Further, substances with a triple bond have the same general for- 
mula; for example, 
CH3-C=CH. 


Allylene 


The triple linking here is assumed for reasons similar to those 
applicable to the double bond in the olefines (119). 


A. HYDROCARBONS WITH TRIPLE BONDS. 


Nomenclature. 


123. The first member, C2H2, is called acetylene: the second, 
C2H4, allylene: the higher members are regarded as substituted 
&acetylenes; thus C4Hg is called ethylacetylene; CgH o, butylacetylene; 
and so on. 


Methods of Formation. 


1. By the dry distillation of complex compounds such as coal; 
hence the occurrence of acetylene in coal-gas. 

2. By the withdrawal of two molecules of hydrogen halide from 
compounds of the formula C,H2,X2, where X represents a halogen 
atom, these compounds having been previously formed by the 
addition of halogen to alkylenes: 


CH.Br—CH2Br—2HBr=CF=CH. 


Ethylene bromide Acetylene 


The elimination of hydrogen halide is effected by heating with 
alcoholic potash. 


160 ORGANIC CHEMISTRY. [$ 124 


A general method for the preparation of unsaturated com- 
pounds is furnished by this method of adding on halogen, followed 
by the removal of hydrogen halide. Thus from C,H5,,5, C,Ha4,1X 
is obtained by the action of chlorine or bromine. Heating with 
alcoholic potash converts this into C,Hen, from which C,He,Bre 
is got by the action of bromine, and is converted into C,Han_2 by 
abstraction of 2HBr. This compound can again form an addition- 
product with bromine, and so on. 

3. By the elimination of 2HX from compounds of the formula 
C,H2nXe2, previously formed by the action of phosphorus penta- 
- halide upon aldehydes or ketones: 


CH3-CHCl, — 2HCl = CH=CH. 


Exhylidene chloride Acetylene 
CH3-CCl;. CH3 — 2HCI = CH3-C=CH. 
Chloroacetone Allylene 


124. Some of the hydrocarbons prepared by the foregoing 
methods exhibit a characteristic behaviour towards an ammoni- 
acal solution of cuprous chloride or of a silver salt, which affords 
a ready means of recognizing them. By replacement of hydrogen, 
they yield metallic derivatives, insoluble in the ammoniacal solu- 
tion or in water, which separate out as a voluminous precipitate. 
These compounds are explosive, the copper yellow or red, and the 
silver white. Acetylene, and of its higher homologues, those 
derived from the dihalogen compounds of the aldehydes, yield 
metallic compounds of the type C2Cuz. The method of formation 
of these homologues shows that they contain the group =CH: 


CnHea41°*CH2-CHO — Ca Han+1-CHe-CHCle — C, Hany; -C=CH. 


From this it may be concluded that the presence of the group =CH 
is essential to the yielding of metallic derivatives: it is the hydrogen 
of this group which is replaced by metals. In support of this view 
is the fact that only the dichloro-derivatives of the methylketones 
(тот) сап be transformed into hydrocarbons yielding metallic 
compounds: 
С.Нзгь +1 «СО -СНз — С.Нзь л +CCl2-CHs — CaHon+1 -C=CH; 
Yields metallic derivatives 


CoH; ‚СО :C3Hg — СН; «CCl «CH3 -CH3 — Dees Sot ld nals 
vatives 
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The isomeric hydrocarbons containing two double bonds (127) are 
also incapable of forming metallic compounds. 

The hydrocarbons are readily liberated from their metallic 
derivatives by the action of dilute hydrochloric acid. This affords 
a means of isolating from mixtures the members of the series 
CaHon-2 which yield such derivatives, and of obtaining them in 
the pure state. 

125. The hydrocarbons of this series can add on four halogen 
atoms or two molecules of a hydrogen halide. In presence of 
mercury salts they can take up water, forming aldehydes or ketones: | 


CH=CH+H.0 = CH3-CHO. 
CH3-C=CH+H20 = CH3-C0-CHs. 


Mercury compounds are first formed by addition: thus, when 
allylene, C3H4, is passed into a solution of mercuric chloride, there 
is first formed a precipitate of the composition 3HgClo,3HgO,2C3Hy, 
which is converted into acetone by the action of hydrochloric 
acid. 

The hydrocarbons of the acetylene series also yield condensa- 
tion-products. The condensation sometimes takes place between 
three molecules: thus, acetylene, CeH2, condenses to benzene, 
СвНв; dimethylacetylene, C,H», to hexamethylbenzene, C;;H;s; 
etc. This transformation is effected by the action of heat on acety- 
lene, and of sulphuric acid on its homologues. 

A remarkable reaction, resulting in a change in the position of 
the triple bond, takes place when the hydrocarbons of the series 
C,Hea_2 containing the group =CH are heated to a high tempera- 
ture in a sealed tube with alcoholic potash: 


C.H;-CH2-C=CH is converted into CpH;-C=C-CHs. 


Propylacet ylene Methylethylacetylene 


It is probable that addition at one part of the molecule is followed 
by the elimination of atoms from another part. The displacement 
of the triple linking in the instance cited is proved by the fact that 
although propylacetylene yields metallic derivatives, the substance 
obtained by heating it with alcoholic potash does not, but is con- 
verted by oxidation into propionic acid and acetic acid. This deter- 
mines the position of the triple bond, since, for reasons similar to 
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those applicable to the double bond (120), the carbon chain is. 
broken by oxidation at the point occupied by the multiple bond. 
The substance obtained must therefore have the formula given 
above, and be methylethylacetylene. © 


Acetylene, C2H2. 


126. Acetylene is a colourless gas of disagreeable odour, is 
somewhat soluble in water, and condenses at 18° and 83 atmos- 
pheres to a liquid boiling at —82-4°. It can be synthesized from 
its elements by the aid of an electric-arc discharge between carbon 
poles in an atmosphere of hydrogen, but the maximum yield of 
acetylene at 2500? is only 3-7 per cent. At the same temperature, 
about 1-2 per cent. of methane and a trace of ethane are simul- 
taneously formed. The presence of acetylene can be detected 
by means of an ammoniacal solution of cuprous chloride, 
which yields a red precipitate of copper acetylene even from 
traces of acetylene mixed with other gases. Acetylene is also 
obtained as a product of the incomplete combustion of many 
organic substances. It is prepared on the large scale by the action 
of water on calcium carbide, or calcium acetylene, Саб»: 


CaC2+2H20 = Са(ОН) + СН». 


The reaction is somewhat violent, and is attended with the evolu- 
tion of a considerable quantity of heat. Calcium carbide is pre- 
pared by heating carbon with quicklime, CaO, in an electric furnace. 
Under the influence of the high temperature, the calcium liberated 
by the action of the carbon on the quicklime enters into combina- 
tion with the excess of carbon, forming calcium carbide: when 
oure, it is white, but has usually a dark reddish-brown colour, due 
to the presence of small quantities of iron. 


Various applications of acetylene have been facilitated by the 
cheap and simple method available for its preparation from cal- 
cium carbide. A solution in acetone is usually employed in the 
arts and manufactures, the gas being compressed at twelve atmos- 
pheres into steel cylinders containing this solvent. At this pressure, 
one volume of acetone dissolves about three hundred volumes of 
acetylene. When the gas evolved from this solution is allowed to 
issue from a fine orifice and ignited, it burns with a smokeless, bright 
luminous flame, and is employed as an illuminant in railway-car- 
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riages, motor-car lamps, gas-buoys, and so on. Another important 
application is exemplified by autogenous welding, sufficient heat 
being generated by an oxy-acetylene blowpipe to melt iron readily. 
Steel plates for safes, rails for railway or tramway use, and other 
iron or steel material can be readily welded by its aid. 

Another important application of acetylene is its conversion 
into acetaldehyde. As stated in 125, under the influence of mercury 
salts this hydrocarbon can take up the elements of water. The 
process is sufficiently developed to be technically applicable, the acet- 
aldehyde admitting of reduction to ethyl alcohol, and of oxidation 
to acetic acid. 


B. HYDROCARBONS WITH TWO DOUBLE BONDS. 


127. A hydrocarbon of this scries of great importance is isoprene, 
C,H; on account of its close relationship to caoutchouc (370). In 
recent years many attempts to prepare isoprene technically have 
been made, some with success. A very good laboratory-method 
for its preparation is mentioned in 367. A poor yield of the 
hydrocarbon is obtained by the dry distillation of caoutchouc. It 
is a liquid boiling at 37°, and has the specific gravity Dj! -0-6793. 


Isoprene is proved to have the constitution Cis C-CH=CH: by the 


CH; 
addition of 2HBr, which yields a dibromide, СН >CBr-CH- —CH.Br, 
identical with that obtained from dimethylallene, on >C=C=CH:. 


Dimethylallene is thus obtained. Two carbinol-derivatives, 
dimethylethylcarbinol, GI» C(H) .СН,:СН,, апа methylisopro- 
3 


pylcarbinol, ЄН»>ЄН.СНОН -CH,, are prepared .by the method 
3 


described in тоз, апа converted into the corresponding iodides. 
On elimination of HI, each iodide yields trimethylethylene, 
CH!>C=CH -CH,, its formation from both iodides admitting of no 
other position for the double bond. Trimethylethylene takes up 
2Br, forming CH?» CBr-CHBr-CH,. On treatment of this sub- 


stance with alcoholic potash, two molecules of hydrobromic acid, 
2HBr, are eliminated, with the formation of dimethylallene, 
CH» C-C-CB,. 


This mode of formation does not wholly preclude another 
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arrangement of the double bonds, but other evidence proves that 
dimethylallene has the structural formula indicated: 

1. On oxidation it yields acetone, proving the presence of the 
group (CH;),C—. 

2. Treatment with sulphuric acid of 50 per cent. strength con- 
verts it into methylisopropylketone: 


CH1» C-0—CH, -2H,0 - CH'»CH-C(H),-CH, — 


Intermediate produot 


B GH CH -COCH,. 


Compounds like this intermediate product are referred to in 149. 


When forming an addition-product with two univalent atoms, 
organic compounds containing the group C—C—C—C, called by 
THIELE a ‘“‘ Conjugated system,” often behave peculiarly, the 
addition taking place at C-atoms 1 and 4, with formation of a 
double bond between C-atoms 2 and 3: s 


CH2=CH -CH=CHe+Brz = CH2Br -CH=CH .CH2Br. 


The subject of conjugated double bonds is further discussed 
in 283. 

Compounds with a conjugated system of double bonds also 
exhibit characteristic physical properties. A comparison of their 
molecular refractions with those of the corresponding saturated 
compounds, or with those of substances containing only a single 
double linking, shows them to be much higher for conjugated 
compounds than would be anticipated from the presence of two 
double bonds. This phenomenon is termed the exaltation of the 
conjugated system, and its existence affords a means of deciding 
whether two double bonds are conjugated or not. 











SUBSTITUTION-PRODUCTS OF THE UNSATURATED 
HYDROCARBONS. 


I. UNSATURATED HALOGEN COMPOUNDS. 


128. Since the saturated hydrocarbons do not themselves pos- 
sess any salient characteristics, the properties of their compounds 
depend upon the nature of the substituents. Hitherto, only com- 
pounds with properties due to the presence in the molecule of a 
single group, such as hydroxyl, carboxyl, a multiple carbon bond, 
etc., have been described. Substances containing more than one 
characteristic group in the molecule must now be considered. 

When these groups are present simultaneously in the same 
molecule, they exercise a modifying influence upon one another. 
The extent of this influence varies considerably, as is evident from 
a consideration of the different classes of unsaturated halogen 
compounds. 

Halogen derivatives of the type C,H2, 1X are obtained by the 
addition of halogen to the hydrocarbons C,H2,, and subsequent 
elimination of one molecule of hydrogen halide: 


CH=CH, + Brz = CH;Br—CH;3Br. 


CH3Br—CH;gBr - HBr = CH;—CHBr. 
Ethylene bromide Vinyl bromide 


They are also formed by removal of one molecule of hydrogen 
halide from compounds containing two halogen atoms in union 
with the same carbon atom: 


СН, . CH2- CHCl. — HCl = CH3 = CH=CH. 


Propylidene chloride a-Chloropropylene 
СН» -CCle СНз => HCl = СН» „СС1—=—ОН,. 
Chloroacetone $-Chloropropylene 


165 
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The methods employed in the preparation of these compounds 
indicate that their halogen atom is in union with & carbon atom 
having & double bond. Their properties differ widely from those 
of compounds like the alkyl halides, with the halogen atom attached 
to a singly-linked carbon atom; and this rule is general for such 
compounds. The halogen atom of the alkyl halides is especially 
able to take part in double decompositions: it is replaceable by 
hydroxyl, an alkoxyl-group, an acid-residue, the amino-group, and 
80 On. 

This aptitude for double decomposition 1s almost lacking in com- 
pounds with halogen in union with a doubly-linked carbon atom. 
Alkalis do not convert them into alcohols, nor alkoxides into ethers: 
but invariably, when they do react, hydrogen halide is eliminated, 
with formation of hydrocarbons of the series C,H2,. 2. 

129. An isomeride of a-chloropropylene and B-choropropylene, 
which have been referred to above, is called allyl chloride. Its 
halogen atom takes part in double decompositions as readily as 
the halogen atom of an alkyl chloride. Allyl chloride is obtained 
by the action of phosphorus pentachloride upon allyl alcohol, 
CH»: CH.CH30H (132). This alcohol yields n-propyl alcohol by 
addition of hydrogen, and its hydroxyl-group must therefore 
be at the end of the carbon chain. Hence, the halogen atom in 
allyl chloride must also be at the end of the chain, since it takes 
the place of the hydroxyl-group. Given the constitutions of 
a-propylene chloride and @-propylene chloride, which are deduced 
from those of propionaldehyde and acetone, the allyl halides can 
only have the constitutional formula 


CH;—CH-CH;X. 


The halogen atom is attached to a singly-linked carbon atom, and 
retains its normal character despite the presence of a double bond 
in the molecule. : 

The influence exerted upon the character of a halogen atom by 
its position in the molecule of an unsaturated compound affords a 
means of determining whether it is attached to a singly-linked or 
doubly-linked carbon atom, the indication being its possession or 
lack of the power to take part in double decompositions. 

The following are examples of individual members of the series. 
Vinyl chloride CHg:CHCl is a gas, vinyl bromide CH2:CHBr a 
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liquid of ethereal odour. Both these compounds polymerize 
readily. 

130. Allyl chloride, allyl bromide, and allyl iodide, boil respec- 
tively at 46°, 70°, and 103°. They are often employed in syntheses 
to introduce an unsaturated group into a compound. They havea 
characteristic odour resembling that of mustard. 

The propargyl compounds, CH—C-CH2X, аге а type of the 
series C,H»,-3X%. Their constitution is inferred from the facts 
that they yield metallic derivatives, indicating the presence of the 
group =-CH, and that their halogen atoms are capable of taking 
part in double decompositions, proving their union with a singly- 
linked carbon atom. They are obtained from propargyl alcohol 
(133) by the action of phosphorus pentahalides, and are liquids of 
pungent odour. 


Bromoacetylidene, CHBr:C, which is assumed by Ner to contain 
a bivalent carbon atom, can be obtained from acetylene bromide, 
CHBr:CHBr, by treatment with alcoholic potash. It is a gas, 
boils at —2°, and takes fire spontaneously in the air. Its solution in 
alcohol is phosphorescent, owing to slow oxidation, and the gas itself 
has an odour very similar to that of phosphorus. 


II. UNSATURATED ALCOHOLS. 
131. The hydroxyl-group of the unsaturated alcohols may be 
attached to a singly-linked or to a doubly-linked carbon atom: 


CH;:CH .CH30H, CH;:CH-OH. 
Ally! alcohol Vinyl alcohol 


Few compounds of the type of vinyl alcohol are known. It is found 
that reactions which might be expected to yield them generally 
result in the formation of their isomerides. Thus, when water is 
abstracted from glycol, CH2OH-CH,OH, there results, not vinyl 
alcohol, CHz—CHOH, but an isomeride, acetaldehyde, CHs—C< Ë. 

When §-bromopropylene, CH3-CBr:CH)y, is heated with water, 
there is formed not f-hydroxypropylene, CH3-C(OH):CH;, but 
the isomeric acetone, CH3-CO-CH3. The rule is that when a group- 
ing of the atoms in the form —CH : C(OH)— would be expected, a 
transformation into —CH5;-CO— usually occurs. Although most 
substances containing hydroxy] attached to a doubly-linked carbon 
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atom are unstable they have a tendency to become transformed 
into isomerides. Compounds do exist, however, in which the 
group —CH : C(OH)— is stable (235-236). 


The following compounds either contain hydroxyl in union with 
& doubly-linked carbon atom, or are related to substances of that 
type. 
Vinyl alcohol, CH,:CHOH, so called because it contains the 
vinyl-group, CH,:CH—, is probably present in ordinary ethyl ether 
owing to partial oxidation. When such ether is agitated with an 
alkaline solution of a mercury salt, a precipitate of the composition 
Hg,Cl,O,C;H, is formed, and on treatment with hydrogen halide 
yields vinyl-compounds. 

A vinyl-derivative of great physiological importance, called neu- 
rine, is formed in the putrefactive decay of flesh, and in other fer- 


mentation-processes. Its constitution is (CH,),N cH CH, as is 


indicated by synthesis. When trimethylamine reacts with ethy- 
lene bromide, a substituted ammonium bromide of the formula 


(CH,),N E "CHBr | is obtained. HBr is eliminated from the 


group B CH,Br by the action of moist silver oxide, the bromine 
atom attached to nitrogen being simultaneously replaced by hy- 
droxyl. A substance of the constitution indicated is thus obtained, 
and is in all respects similar to neurine. 


Allyl Alcohol, CH;:CH -CH30H. 


132. Many unsaturated alcohols containing hydroxyl attached 
to a singly-linked carbon atom are known. The most important 
is allyl alcohol, the preparation of which is described in 163. Its 
constitution is inferred from that of the chlorine derivative formed 
by the action of phosphorus pentachloride (129); as well as from 
that of the products obtained by oxidation, by which allyl alcohol is 
converted first into an aldehyde, acraldehyde, and then into acrylic 
acid: 


CH2:CH-CH:0H > CH2:CH. c<H _,cH,:CH-COOH. 
Acraldehyde Acrylic acid 


Allyl alcohol must therefore contain the group —CH,OH, charac- 
teristic of primary alcohols. 
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Ally! alcohol is a liquid of irritating odour, solidifying at — 50°, 
and boiling at 96-5°, and is miscible with water in all proportions. 
Its specific gravity at 0° is 0-872. It forms addition-products with 
the halogens and with hydrogen, with the latter yielding n-propyl 
alcohol. 


Many other compounds containing the allyl-group, CH,:CH-CH,—, 
are known, among them allyl sulphide (CH,:CH-CH,),S, the prin- 
cipal constituent of oil of garlic. It is synthetically obtained by 
the action of potassium sulphide, K,S, on allyl iodide. 


It is apparent that the influence of the double bond in the 
unsaturated halogen compounds and alcohols is very pronounced 
when it is situated in the immediate neighbourhood of halogen or 
hydroxyl, but that otherwise its influence is much less marked. 
When two groups are situated in immediate proximity to one another 
tn the same molecule, each group exercises a strong influence upon the 
properties of the other. 


Propargyl Alcohol, CH=C-CH,OH. 


133. Propargyl alcohol contains a triple bond, and is prepared from 
tribromohydrin, CH;Br- CHBr- CH;Br (147). Potassium hydroxide 
converts this substance into CH,: CBr- CHi;Br, which on treatment 
with potassium acetate and saponification yields CH;: CBr-CH,0H, 
since only the terminal Br-atom is capable of taking part in a double 
decomposition (128). When this alcohol is again brought into con- 
tact with caustic potash, HBr is eliminated, with formation of pro- 
pargy! alcohol, the constitution of which is indicated by this method 
of formation and also by its properties. The presence of the group 
=CH is indicated by the formation of metallic derivatives: on 
oxidation it yields propiolic acid, CH=C-COOH, with the same 
number of carbon atoms, proving that it is a primary alcohol. 

Propargy! alcohol is a liquid of agreeable odour, soluble in water, 
and boiling at 114°-115°: its specific gravity at 21° is 0-963. Its 
metallic derivatives are explosive. 


MONOBASIC UNSATURATED ACIDS. 


I. ACIDS OF THE OLEIC SERIES, C,Hn_,0,. 


134. The acids of the oleic series can be obtained from the 
saturated acids C,H2nO2 by the methods generally applicable to the 
conversion of saturated into unsaturated compounds. 

1. Substitution of one hydrogen atom in the alkyl-group of a 
saturated acid by a halogen atom, and subsequent elimination of 
hydrogen halide by heating with alcoholic potash. 

2. Removal of the elements of water from the monohydroxy- 
acids: 


CH3-CHOH -CH2-COOH — H-0 =CH3-CH:CH-COOH. 


£-Hydroxybutyric acid Crotonic acid 


The acids of this series can also be prepared from unsaturated 
compounds by 

3. Oxidation of the unsaturated alcohols and aldehydes. 

4. The action of potassium cyanide on unsaturated halogen 
compounds, such as ally! iodide, and hydrolysis of the resulting 
nitrile. 


~ 


Nomenclature. 


Most of the acids of the oleic series are named after the 
substances from which they were first obtained, but a few of the 
middle members have names indicating the number of carbon 
atoms in the molecule. The first member, CH;:CH-COOH, is 
called acrylic acid: others are crotonic acid, C4HgQ2; angelic acid 
and tiglic acid, CgHsOs; undecylenic acid, Cj1Hg909; oleïc acid, 
CisH3405; erucic acid, C33H 42025; ete. 

` 170 
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Properties. 


135. In common with all compounds containing a double bond, 
the acids of this series possess the power of forming addition- 
products. They are “ stronger ”’ acids thar the corresponding fatty 
acids containing the same number of carbon atoms in the molecule: 
thus, the value of the constant 104k (87) for propionic acid, C3HgQz, 
is 0-134; for acrylic acid, C3H40»5, 0-56; for butyric acid, C4HgOs, 
0-149; for crotonic acid, C4HgO2, 0-204; etc. The double bond 
renders the acids of the oleic series much more susceptible to oxida- 
tion than those of the fatty series (120). The former are converted 
by energetic oxidizers into two saturated acids, but when the reac- 
tion is made less energetic by using a dilute solution ‘of potas- 
sium permanganate, a dihydroxy-acid containing the group 
—CHOH -CHOH— is formed as an intermediate product, and on 
further oxidation the chain is severed at the bond between these 
two carbon atoms (120). This behaviour affords a means of deter- 
mining the position of the double bond in the molecule. A breaking 
down of the molecule with formation of saturated fatty acids also 
results on fusion of an unsaturated acid with caustic potash in 
presence of air: 


C5H2541 CH: CH-COOH oÑ 
KO H — CO H2, CÍOK --CH;-cOOR. 
OK 
О 


Formerly the reaction was employed to determine the position of 
the double bond, on the assumption that the division of the mole- 
cule was effected at the point where this bond was situated in the 
first instance. It is now known that under the influence of fused 
caustic potash, or even by boiling with a solution of caustic soda, 
the position of the double bond is displaced nearer that of the 
carboxyl-group. Fusion with caustic potash cannot, therefore, 
be employed as a means of determining the position of double 
bonds. The action of ozone on these acids is described in 198. 


Acrylic Acid, CH;:CH-COOH. 

136. Acrylic acid is obtained by the elimination of HI from 
B-iodopropionic acid, CH2I-CH2-COOH. Itis a liquid of pungent 
odour, boiling at 140°, and is reduced by nascent hýdrogen to pro- 
pionic acid. 
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Acids of the formula C4H3023. 
The theoretically possible acids of the formula C4HgO3 are 


1. CHg:CH-CH2-COOH; 2. CH3-CH:CH-COOH; 
CH 
CH3 2 
; 4. | >CH-COOH; 
COOH CH, : 
but five acids of the formula C,4HgQOg are known. 

An acid of the constitution indicated in formula 1, vinylacetic 
acid, can be obtained by the action of carbon dioxide on allyl mag - 
nesium bromide, and decomposition of the primary product by 
acidulated water: 


CH2:CH-CHaMgBr + CO2=CH2:CH -CH2-CO,MgBr; 


CH, :CH CH3. CO2MgBr +Н,0 = 
=(CH2:CH-CHe2-COOH +MgBr -OH. 


3. CH;:C « 


Its formation by the action of potassium cyanide on allyl iodide, 
and hydrolysis of the nitrile thus formed, might be expected: 


CH5:CH-CH;I — CHz:CH-CH2CN — CH2:CH-CH,-COOH. 
Allyl iodide 


Actually, however, an acid of formula 2 is obtained, solid crotonic 
acid, which melts at 71° and boils at 180°: careful oxidation with 
permanganate converts it into oxalic acid, HOOC—COOH, a proof 
of its constitution. It follows that during the reaction the position 
of the double bond must have changed. 
EyKMAN has proved allyl cyanide to have the formula 
CH;: CH:CH;:CN. The molecular refraction for the a-line based on 
his formula is 


For propyl cyanide, C;H;*CN........ 44.55 
For allyl cyanide, GGH; CN.......... 43*51 
ЮОшегепсе................... 1,04 


This difference corresponds with [H;];, indicating the group > C=C < 
to be in union with only a single carbon atom, and therefore situated 
at the end of the chain (120). 


isoCrotonic acid, melting at 15-5? and boiling at 172°, has also 
constitution 2, because, on the one hand, like solid crotonic acid 
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it can be reduced to n-butyric acid, proving that it too contains 
a normal carbon chain; on the other, it is converted by careful 
oxidation into oxalic acid. Ordinary constitutional formule are 
incapable, therefore, of accounting for the isomerism of these acids, 
which is explained in 169. 

An acid with formula 3 is obtained by the elimination of HBr 
from bromotsobutyric acid; it is called methacrylic acid: 


СН» CH2 
Усвг.соон- | Ус.соон. 
СН; СН; 
The acid of formula 4 is described іп 275. 


Oleic Acid, CisH 340. 


137. Oleic acidis obtained by the saponification of oils and 
soft fate (85). To separate it from the saturated fatty acids, . 
stearic and palmitic, simultaneously liberated, the lead salt is pre- 
pared. Lead oleate is soluble in ether, while lead palmitate and 
stearate are not. The oleic acid is liberated from the lead oleate 
by treatment with acids. 

At ordinary temperatures, oleic acid is a liquid without odour 
and of an oily nature. It melts at 14°. It oxidizes readily in the 
air, and cannot be distilled at ordinary pressures without decom- 
position. 

Oleic acid contains a normal carbon chain, since on reduction 
it yields stearic acid. 


Krarrt has proved the normal structure of stearic acid by con- 
verting it step by step into acids with a smaller number of carbon 
atoms. When submitted to dry distillation in a vacuum, barium 
stearate and barium acetate form a ketone, C,,H;,-CO-CH;: 


Cu Hg: [COOba* T baO: joc ‚ЄН, — C,,H;,-CO :CH,. 


Barium stearate Barium acetate Margarylmethylketone 


On oxidation, this ketone yields acetic acid and an acid of the for- 
mula C,,H,,0,. This proves that the ketone contains a CH,-group 
next to the carbonyl-group, and has the formula C,,H,,-CH,-CO-CHsg, 


* ba =4Ba. 
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for only from such a compound could oxidation produce an acid 
with seventeen carbon atoms. This acid, C,,H3,O, (margaric acid), 
is similarly transformed into a ketone, C,,H,,-CO-CH;, which on 
oxidation yields an acid CieHs,0,. The formula of margaric acid 
must therefore be C,,Hs,-CH,-COOH. and that of stearic acid, 
C,,Hs -CH,-CH,-COOH. The acid C,,.H;,0,, palmitic acid, is in its 
turn converted into a ketone, and the process continued until capric 
acid, C,,H440,, is obtained. This acid has been proved by synthesis 
(233, 1) to contain a normal carbon chain. 


The presence of a double bond in oleic acid is indicated by its 
forming an addition-product with bromine, and by its power of 
reducing an alkaline permanganate solution (113). The double 
bond is situated at the centre of the chain, the constitution of oleic 
acid being 

СН» . (CH2); -CH:CH. (CH2); ‚СООН. 


, This constitution is inferred from the products of careful oxida- 
tion, which yields pelargonic acid, CgH1; -COOH, and azelaic acid, 
HOOC -(CH2)7-COOH. 

The hardening, or conversion into solid fats, of oils which are 
glyceryl esters of the higher unsaturated acids, has in recent years 
developed great technical importance. The process involves 
the combination of the unsaturated acids with hydrogen to 
form the corresponding saturated derivatives. Hydrogen under 
pressure is passed through a thoroughly agitated mixture of the 
oil and nickel-powder heated to approximately 200°, the reaction 
taking place readily under these conditions. 

138. Oleic acid reactsin a remarkable manner with nitrous acid, 
even when brought into contact with a mere trace of this substance. 
The best method is to pass the red gaseous mixture of nitrogen 
peroxide and nitric oxide, obtained by heating arsenic trioxide with 
nitric acid, into oleic acid, or to add nitric acid of specific gravity 
1-25. The oleic acid soon solidifies, having been converted into an 
isomeride, elaidic acid. The reaction is called the “elaidic trans- 
formation." Other acids of this series are similarly transformed: 
thus, erucic acid, C22H 4305, is converted by a trace of nitrous acid 
into brassidic acid. 

Elaidic acid has the same structural formula as oleic acid, the 
double bond occupying a similar position in the molecule of each, 
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since each acid readily forms a bromine addition-product from 
which elimination of 2H Br yields stearolic acid, C18H 3402: 


C18H 3405 — CisHa34Br205 — CisH 3202. 
Ole!c and elajdio Bromine addition-  Stearolic acid 
acids product 


Oleic acid and elaidic acid yield the same hydroxystearic acid by the 
addition of one molecuie of water, a reaction effected by the action 
of concentrated sulphuric acid. Their isomerism is, therefore, like 
that of erucic acid and brassidic acid, analogous to the isomerism 
of the two crotonic acids (136). 


II. ACIDS OF THE PROPIOLIC SERIES, C,H,,-,0,. 


139. The acids of the propiolic series have one triple bond, or 
two double bonds, in the molecule. The first-named are formed 


by the action of carbon dioxide upon the sodium compounds of the 
acetylene hydrocarbons: 


CH=CNa +CO2= CHC. COONa. 


Sodium propiolate 


The a-carbon atom of these acids has a triple bond, and such acids 
are very readily decomposed into an acetylene hydrocarbon and 
СО»; for example, by heating their silver salts. | 
A general method for the preparation of acids with triple bonds 
involves the addition of two bromine atoms to acids containing a 
double bond, and subsequent elimination of 2HBr: 
CH3-CH:CH- COOH — CH3;-CHBr-CHBr-COOH — 
Crotonic acid Dibromobutyric acid 
— CH3-C:C-COOH. 
Tetrolic acid 
140. In presence of concentrated sulphuric acid, substances 
with a triple bond take up water with formation of ketones (125) : 


—C—=C— — —CH; -CO—. 


In this manner stearolic acid is converted into a ketostearic acid of 
the formula 


CgH17-CO-CH2-(CH2)7-COOH, 
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and treatment with hydroxylamine transforms this compound 
into the corresponding oxime: 


CsHi7 T -CHe2-(CHa)7-COOH. 
NOH 


Under the influence of concentrated sulphuric acid, this oxime 
undergoes the BECKMANN transformation (103), among the prod- 
ucts being the substituted acid amide 


CsH17-CO 
NH -(CH2)s-COOH, 


which is proved to have this formula by its decomposition into 
pelargonic acid, CgsH17-COOH, and the 9-aminononoic * acid, 
NH2-(CHez)g-COOH, by the action of fuming hydrochloric acid. 
This is a confirmation of the constitution above indicated for oleic 
acid and elaidic acid, since they can be converted into stearolic 
acid in the manner already described. 

Geranic acid, C1oH1eO2, a compound with two double bonds, 
is considered in 143. 


* If the carboxyl-carbon atom is denoted by 1, the amino-group is in 
union with the ninth carbon atom of the chain. 


UNSATURATED ALDEHYDES AND KETONES. 


141. The lowest unsaturated aldehyde is acraldehyde or acrolein, 
CH;:CH-CHO. It is obtained by removal of water from glycerol 
(153), effected by heating with potassium pyrosulphate, K2S207. 
It is a colourless liquid, boiling at 52-4?, and has an extremely 
powerful, penetrating odour, to which it owes its name (acer, 
sharp, and oleum, oil). The disagreeable, pungent smell produced 
when & tallow eandle or an oil-lamp is extinguished is due to the 
formation of acraldehyde. On reduction, it yields allyl alcohol, 
from which it is regenerated by careful oxidation. It is converted 
into acrylic acid by further oxidation. 

It has the properties peculiar to aldehydes—the susceptibility 
to reduction and oxidation, resinification in presence of alkalis, 
and the power of forming polymerization-products. It possesses 
this last property in such a marked degree that it usually becomes 
completely converted into a polymeride in the course of a few days 
or even hours, probably under the catalytic influence of traces of 
impurities. The presence of the double bond in acraldehyde 
modifies to some extent the aldehydic character. This is exhibited 
in its behaviour towards ammonia, with which it does not com- 
bine like acetaldehyde (104), but in accordance with the equation 


2C3H40 + NH3 =C HON + H20. 


Acraldehyde-ammonia is an amorphous, basic substance, is 
soluble in water, and in its appearance and behaviour towards 
water bears a close resemblance to glue. 

Acraldehyde does not unite with one molecule of an acid sul- 
phite, but with two, yielding a compound from which the aldehyde 
cannot be regenerated by the action of acids, which eliminate only 
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one molecule of the acid sulphite. "This indicates that the other 
molecule of acid sulphite has been added at the double bond. 

142. Crotonaldehyde, CH,-CH:CH CHO, results on elimination 

of water from aldol, CH,-CHOH|-CH/B| co (106), by heating to 

140°. It is a liquid boiling at 104°-105°, and is converted by oxida- 


tion with silver oxide into solid crotonic acid (136), proving that it 
has the constitution indicated. 


Propiolaldehyde. CH:C-C«;H, can be obtained from acrolein 


acetal by the addition of two bromine atoms, and subsequent 
removal by means of caustic potash of 2HBr from the addition- 
product thus formed: 


danna аары 
— cH=c.cH 
. (OC H,), 
Propiolaldehydeacetal 


Propiolaldehydeacetal is converted by warming. with dilute sul- 
phuric acid into the corresponding aldehyde, which has the same 
irritating action on the mucous membrane as acrolein. 

The behaviour of propiolaldehyde towards alkalis is remark- 
able. It decomposes into acetylene and formic acid: 


H 
CH=C-CHO + NaOH =CH=CH +о Она. 
O 


143. Àn important unsaturated aldehyde is geranial (citral), 
CioH 60, characterized by its agreeable odour. It is a constituent 
of various essential oils; among them oil of orange-rind, the cheap 
oil of lemon-grass, and oil of citron. At the ordinary temperature 
it is liquid, and boils at 110°-112° under a pressure of 12 mm, Its 
aldehydic nature is shown by its reduction to an alcohol, geraniol, 
and its oxidation to an acid with the same number of carbon 
atoms, geranic acid. 

Geranial is 2: 6-dimethyl-A?‘°-octadiene-8-al, 


CH3 


CHA» C—-CH-CH,-CH,.C(CHy)—CH-CB 


О’ 
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since on oxidation it yields acetone, levulic acid (234), and carbon 
dioxide, the molecule breaking down at the double bonds: 


ОН. >с=©н-Сн,-©Н-с(сн)=Сн.С — 


= eni »CO - HOOC- CH;-CH;-CO CH; СО, ЕСО. 
Nd EE Lesvulic acid Carbon dioxide 


When boiled with a solution of potassium carbonate, geranial 
takes up one molecule of water, forming methylheptenone and acetal- 
dehyde: 


| CH3 > CCH -CH2-CH2-C(CH)=CH -CH > 
: Geranial 
= CH?» C—CH-CH,-CH;-CO-CHs -CHs-Ch. 


Methylheptenone Acetaldehyde 


On oxidation, methylheptenone also yields acetone and levulic 
acid. This reaction indicates its constitution, which is further 
proved by synthesis. | | 

Baryta-water converts a mixture of geranial and acetone into 
a condensation-product, pseudozonone: 


(CH3)2C—CH :CH;-CH;- C(CH3) —CH - CHO FH;CH- CO-CH3= 
РОС СН: Са C(CH3)—CH CH=CH -CO CH. 


When boiled with dilute sulphurie acid, pseudoionone yields 
зопопе: 


CH; CH; | СН» СН» 
NZ М. 
C C 
L SN 
m ү -CH:CH-CO-CH3— H.C тыыны 
HC С-СН» H.C C-CHg 
NZ 


T 


2 
Peeudolonone 
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The structure of ionone is proved by its decomposition-products. 
It is manufactured as an artificial perfume, as it has a powerful, 
violet-like odour, and is closely related to trone, the active principle 
of violets. The formula of irone is 


CH; СН; 

4 

A 
He ЕЕ 
HC CH-CH; 

NZ 

CH2 


which differs from that of ionone only in the position occupied by 
the double bond in the carbon ring. 


COMPOUNDS CONTAINING MORE THAN ONE 
SUBSTITUENT. 


I. HALOGEN DERIVATIVES OF METHANE. 


144. The halogen derivatives of the saturated hydrocarbons 
obtained by replacement of a single hydrogen atom by halogen are 
called alkyl halides, and are described in 52-53. This chapter 
treats of the compounds formed by exchange of more than one 
hydrogen atom for halogen. 

It is possible to replace all four hydrogen atoms in methane, in 
successive stages, by the direct action of chlorine or bromine in 
presence of sunlight. [Iodine does not react with methane, or with 
its homologues, while the action of fluorine is very energetic, effect- 
ing complete substitution. 

In practice, however, this is not the method adopted for the 
preparation of the compounds CH2X2, CHX3, or CX4. They are 
obtained from the trihalogen derivatives: these are readily prepared 
by another method, and on chlorination or bromination yield tetra- 
chloromethane or tetrabromomethane; on reduction they are con- 
verted into dihalogen-substituted methanes. On account of their 
important therapeutic properties, the compounds CH Xg are pre- 
pared on the large scale. 


Chloroform, CHCl. 


145. Chloroform is obtained by distilling alcohol—or on the 
manufacturing scale, acetone—with bleaching-powder. This reac- 
tion involves simultaneous oxidation and chlorination, and it is 
assumed that aldehyde is first produced by oxidation of the alcohol, 
and is then transformed into trichloroaldehyde, or choral, CCla- CHO. 

181 
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This substance is converted by bases, in this instance by the 
slaked lime present in the bleaching-powder, into chloroform and 
formic acid (201). ; 

Chloroform is a liquid boiling at 61°, and solidifying at —70°. 
Its specific gravity at 15° is 1-498: it is very slightly soluble in 
water, and possesses a characteristic ethereal odour and sweet taste. 
In 1847, Simpson discovered that its prolonged inhalation pro- 
duces unconsciousness, whence it derives its value as an anesthetic 
in surgical operations. 


Its use for this purpose is not wholly unattended with danger: 
Notwithstanding the fund of experience resulting from the fre- 
quency of its application, it occasionally happens that the inhala- 
tion of chloroform is attended by fatal results. Ordinary ether and 
ethyl chloride are less dangerous, do not produce such disagreeable 
after-effects, and hence have latterly been preferred as anesthetics 
(56). 

Chloroform is a somewhat unstable substance, decomposing 
under the influence of light and air, and yielding chlorine, hydro- 
chloric acid, and carbon oxychloride, COCl2 A considerable 
amount of this oxy-derivative is produced by bringing chloroform- 
vapour into contact with a flame. Its suffocating effect renders 
it very dangerous. The decomposition of the liquid can be almost 
prevented by adding one per cent. of alcohol, and keeping the 
chloroform in bottles of non-actinic glass. 

The halogen atoms of chloroform take part in double decom- 
positions: thus, sodium ethoxide yields the ethyl ester of ortho- 
formic acid: 


CH|Cls +3Nal -OC2H;=CH(OC2Hs)3 +3NaCl. 


Formic acid can be obtained by warming chloroform with dilute 
alkalis, orthoformic acid being probably formed first, although it 
has not been isolated. When chloroform is treated with a 40 per 
cent. aqueous solution of caustic potash, carbon monoxide is evolved: 
it is assumed that chloromethylene, CClz, is formed as an inter- 
mediate product. 

When chloroform is warmed with alcoholic ammonia and 
caustic potash, its three chlorine atoms are replaced by nitrogen, 
with production of potassium cyanide. The formation of $soni- 
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triles from chloroform, alcoholic potash, and primary amines, has 
been already mentioned (77). 

Exposure to dark electric discharge converts chloroform into 
a series of highly chlorinated products, such as C3Cl,, C2HCl,, 
C5Cle, C3HCl;, and others of similar type. 


Methylene chloride, CH,CL, is obtained from chloroform by reduc- 

tion with zinc and hydrochloric acid in alcoholic solution. It is a 

liquid, boils at 40°, and has a specific gravity of 1-337. 

. Tetrachloromethane, or carbon tetrachloride, CCl, produced by 

the action of chlorine on chloroform or. carbon disulphide, is also a 

liquid, and boils at 76°. When heated with excess of water at 250° 

it yields HCl and CO,. Its specific gravity is 1-593 at 20°: the 
high specific gravities of these polychloro-compounds is noteworthy. 

The bromine and iodine compounds are specifically much heavier 

than the corresponding chlorine compounds. 

Bromoform, CHBr,, is obtained by methods analogous to the 
preparation of chloroform. It melts at 7-8°, boils at 151°, and has 

a specific gravity of 2-904 at 15°. It is used for therapeutic pur- 

poses. 

Iodoform, CHI;. 

146. Iodoform is a substance of great importance, and is ob- 
tained from alcohol by the action of potassium carbonate and 
iodine. The intermediate product todal, Clg-CHO, analogous to 
chloral, has not been isolated. On the manufacturing scale acetone, 
being less expensive than alcohol, is often employed. 


Iodoform can also be prepared by the electrolysis of a solution 
containing 60 g. of potassium iodide, 20 g. of sodium carbonate, and 
80 c.c. of alcohol per 400 c.c., the temperature being kept between 
60° and 65°. Iodine is liberated at the anode, so that the alcohol, 
potassium carbonate, and iodine necessary to the formation of 
iodoform are all present in the mixture. By this method about 80 
per cent. of the potassium iodide is converted into iodoform, the 
remainder of the iodine being obtained as potassium iodate. The 
formation of iodate can be avoided to a great extent by surrounding 
with parchment the cathode, at which caustic potash is formed: 
this prevents contact of the potassium carbonate with the iodine set 
free at the anode. 


Iodoform із а воћа, апа crystallizes in yellow hexagonal plates, 
well-developed crystals about a centimetre in length being obtained 
by the slow evaporation of a solution in anhydrous acetone. It 
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has & peculiar, saffron-like odour, sublimes very readily, and melts 
at 119°. 

These characteristic properties of iodoform make its formation an 
important test for alcohol, although aldehyde, acetone, and several 
other substances similarly yield iodoform. Substances containing 
the group CH;-C in union with oxygen answer to the todoform- 
test. It is carried out by adding iodine to the liquid under examina- 
tion, and then caustic potash drop by drop until the colour of the 
iodine vanishes. If a considerable quantity of alcohol is present, 
a yellow precipitate forms-at once: if only traces, the precipitate 
forms after a time. The reaction is sufficiently delicate to show 
traces of alcohol in a sample of well-water or rain-water, after con- 
centration by repeated distillation, the first fraction in each case 
being collected. 


Iodoform is employed in surgery as an antiseptic. It is note- 
worthy that it does not kill the bacteria directly, its action on the 
micro-organisms being subsequent to a decomposition resulting, 
under the influence of the heat of the body, from fermentation 
induced by the matter exuded from the wound. 


Methylene iodide, CHol, is a liquid, and is obtained by the 
reduction of iodoform with hydriodic acid; phosphorus is added to 
regenerate the hydriodic acid. Its specific gravity, 3-292 at 18°, 
is remarkably high. ` 


IL HALOGEN DERIVATIVES OF THE HOMOLOGUES OF METHANE. 


147. It is evident that among these derivatives numerous cases 
of isomerism are possible. For example, replacement by chlorine 
of three hydrogen atoms in normal pentane may yield several dif- 
ferent compounds: thus, & methyl-group may be converted into 
CCl3; two chlorine atoms may replace the hydrogen of one methyl- 
ene-group, while the third replaces another hydrogen atom in the 
molecule; or the three chlorine atoms may unite with different 
carbon atoms; and so on. 

The preparation of many of the halogen compounds included 
under this heading has already been described," the compounds 
CaHan41°CHX,z and CyoH up 41°CX2°CgHug41 being obtained by the 
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action of phosphorus pentahalide on aldehydes and ketones respect- 
ively (98). Compounds with two halogen atoms attached to two 
adjoining carbon atoms are obtained by addition of halogen to the 
hydrocarbons C,H,,; those having four halogen atoms, two being 
directly united to each of two adjoining carbon atoms, are produced 
by addition of halogen to hydrocarbons with a triple bond; while 
compounds of the type 


CH; 1 CHX-CHX- C4 H3, -CHX-CHX -CoHan 41 


result on addition of halogen to the hydrocarbons C,H3,. 4, con- 
taining two double bonds; etc. 

A method for the preparation of compounds rich in halogen 
from the saturated hydrocarbons is the exchange of one hydrogen 
atom for halogen, elimination of hydrogen ha.id » by means of alco- 
holic potash, halogenation of the hydrocarbon CuH2 thus obtained, 
removal of HX, renewed halogenation of the product, and so on. 


СНз. ‚СНз — CH;: CHCl- —HCl— си СН, +201 — 
Ethyl chloride 


— CH3Cl- CH5Cl - 2HCl — CH=CH + 4Cl э 


Ethylene chloride Acetylene 


— CHCl;- CHCl; - HCl — CHCI:CCI, 4-2Cl — 


Tetrachloroethane Trichloroethylene 


— CHCI,-CCl, = НСІ > CCle:CCle +2Cl — CCl3- CCls. 


Pentachloroethane Tetrachloroethylene Hexachloroethane 


A method for the preparation of polybromo-compounds was 
discovered by Vicror Meyer, and involves the direct action of 
bromine on the hydrocarbons of the series C4H 2, ,2 in presence of a 
small quantity of anhydrous iron bromide, or iron-wire. These 
conditions greatly facilitate substitution, each carbon atom of a 
normal chain taking up only one bromine atom. Thus, propane 
yields tribromohydrin, CH,Br-CHBr-CH2Br, since the product is 
identical with the addition-product obtained by the action of bro- 
mine on allyl bromide, CH,:CH-CH2Br (130). 


Nomenclature and Individual Members. 


148. The notation adopted by the Chemical Society of London 
is that ‘‘ In open-chain compounds Greek letters must be used to 
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indicate the position of a substituent, the letter a being assigned 
to the first carbon atom in the formula, except in the case of CN, 
CHO, and CO;H." Thus, CH3-CH2-CH2-CHgl is a-iodobutane; 
CH3-CH2-CH2:CN a-cyanopropane; CH2Br-CH2-CH2Br aa’- 
dibromopropane; CH2Br-CHBr-CH3 af-dibromopropane. 

Only a few of the numerous compounds of this group will be 
described. 


Tetrachloroethane, CHCl;- CHCh, is prepared technically by the 
interaction of chlorine and acetylene, with antimony pentachloride 
as catalyst. It is a liquid boiling at 147?. When it is boiled with 
milk of lime, hydrochloric acid is eliminated, with formation of 
trichloroethylene, CCl: CHCI, a liquid boiling at 88°. On addition 
of zinc-dust to an aqueous suspension of tetrachloroethane, heat is 
developed, and pure dichloroethylene, CHCl: CHCl, distils. It is a 
liquid boiling at 55°. All these substances are excellent solvents 
for fats and oils; they also dissolve sulphur readily, and are 
employed in vulcanizing caoutchouc. 

Ethylene chloride, CH,Cl-CH;Cl, is called ‘‘ Dutch Liquid,’ or the 
“Oil of the Dutch Chemists,” it having been first prepared at the 

- end of the eighteenth century by four Dutch chemists, Deman, 
Bowpr, Parts VAN TROOSTWYK, and LAUWERENBURGH, by the 
action of chlorine upon ethylene. It is a liquid boiling at 84-9°, 
and has a specific gravity of 1-28 at 0°. 

Hezachloroethane (perchloroethane), C,Cl,, is formed by the direct 
union of carbon and chlorine under the influence of a powerful arc- 
discharge between carbon poles in an atmosphere of chlorine. 


Ethylene bromide is employed for syntheses and as a solvent. 
It is prepared by passing ethylene into bromine covered with a 
layer of water to prevent evaporation, the addition taking place 
very readily. Ethylene bromide is a colourless liquid of agreeable 
odour, solidifies at 8°, boils at 131°, and has a specific gravity of 
2-189 at 15°. 


Trimethylene bromide, CH:Br-CH;-CH,Br, aa’-dibromopropane, 
also plays an important part in syntheses, and is obtained by addi- 
tion of HBr to allyl bromide, CH;: CH-CH,Br, produced from allyl 
alcohol. This method of formation suggests the constitution 
CH;-CHBr-CH;Br, that of the addition-product obtained by the 
action of bromine upon propylene, CH;-CH:CH;. Since the two 
compounds are not identical, trimethylene bromide must have the 
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aa'-formula. It is a liquid, boiling at 165°, and has a specific gravity 
of 1-974 at 17°. 
Pentamethylene dibromide is mentioned in 388. 


Il. POLYHYDRIC ALCOHOLS. 

149. When more than one hydrogen atom of a saturated hydro- 
carbon is replaced by hydroxyl, it is theoretically possible to have 
more than one hydroxyl-group in union with a single carbon atom, 
or to have each attached to a different one. It should be possible 
to obtain compounds of the first class by replacement of halogen 
by hydroxyl in the halogen derivatives R-CH X5, R-CXs, and 
R.-CX,j.R'. Silver acetate converts halogen compounds of this 
type into stable acetates, such as CH; OCH O On saponifica- 
tion, however, dihydric alcohols like CH2(OH)g are not obtained, 
but aldehydes result by elimination of one molecule of water. When 
compounds of the type RCCl3 are treated with sodium ethoxide, 
substances with the general formula R-C(OC2Hs)3, called ortho- 
esters, are obtained. On saponification R-C(OH)3 does not result, 
the corresponding acid being formed instead, through loss of water. 


Ethers of dihydric alcohols, such as CHs-CH< 924° are known, 


and are called acetals (104, 2). The saponification of these sub- 
stances does not yield R-CH(OH)2, but an aldehyde. It follows 
from these facts that compounds with more than one hydroxyl-group 
attached to the same carbon atom are unstable, although it is some- 
times possible to obtain such compounds (127, 201, 230, and 234). 

Many compounds are known containing several hydroxyl- 
groups, of which not more than one is in union with each carbon 
atom. 

1. Glycols or Dihydric Alcohols. 

150. The glycols are obtained from the corresponding halogen 

compounds analogously to the monohydric alcohols (39): 


CH2-|Br+Agi-O-OC-CH3 CH2-}/0-OC-CH3+H/-OH CH,-OH 
| 
СН» -— 2 — (|, 3 ü 


| | 
o°|Br+Ag|-O-OC-CH, CH2:|0-OC-CH3+H|-OH CH2-OH 
Trimethylene естуге пев уро: MN: 
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The exchange of halogen for hydroxyl can be brought about by 
treatment with acetate of silver or the acetate of an alkali-metal, 
and saponification of the diacetate thus obtained. It can also be 
effected directly by boiling with sodium-carbonate solution, or water 
and lead oxide. 


Glycols of the type R-CHOH-CHOH:R, with the CHOH- 
groups in direct union, are formed from olefines either through the 
medium of their bromine addition-products, or by the direct addi- 
tion of two OH-groups by means of careful oxidation with potassium 
permanganate. Thus, ethylene yields the simplest dihydric alcohol, 
called glycol: | 


CH5:CH; --H50 -O — CH90H -CH;OH. 


Another method for the formation of glycols of this type consists 
in the reduction of ketones. This may be either carried out with 
sodium in aqueous solution, or by electrolysis. Acetone yields pina- 
cone and isopropyl alcohol. Glycols of the type of pinacone—called 
pinacones—can be obtained without admixture of a secondary alco- 
hol by reduction of aldehydes or ketones with magnesium-amalgam, 
addition-products being first formed with evolution of heat: 


2CH,-CH +Mg-CH,-CH—CH-CH, 
O-Mg-O 
or 2CH,-CO-CH, Mg - Gg» C——0« 
„Ме QO 


CH, 

Water decomposes the addition-product, with formation of the 

pinacone: 

CH CH H 

CH? C— 0 cH, 4250 -Chr» C(OR)—c( (OR 
Dame 6 "er NCH, 


The constitution of pinacone is indicated by its synthesis: 


) * MgO. 


CH,-CO-CH, H CH,-C(OH)-CH, 

+ = : 

CH,.CO.CH, H CH,-C(OH)-CH, 
Acetone Pinacone 
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When distilled with dilute sulphuric acid, pinacone undergoes a 
remarkable intramolecular transformation, explicable on the assum p- 
tion that a hydroxyl-group changes place with a methyl-group: 


JOH , 9H 
(CH,),C(OH)-C—CH, — (CH,),C-C—[O H —H,0 = (CH,),C-CO-CH,. 
Pinacone NCH, N CH, Pinacolin 


The constitution of pinacolin may be deduced from its synthesis by 
the action of zinc methide on trimethylacetyl chloride, (CH;),C -COCI, 
and in other ways. 


Most of the glycols are colourless, viscous liquids of sweet taste, 
whence the series derives its name. ‘Their boiling-points and speci- 
fic gravities are considerably higher than those of the monohydric 
alcohols with the same number of carbon atoins. ‘Thus, glycol boils 
at 197-5°, and ethyl alcohol at 78?: at 0? the specific gravity of 
glycol is 1-128, and of ethyl alcohol 0-806. The nature of the 
hydroxyl-groups in glycol and that in the monohydric alcohols is 
perfectly analogous: exchange of OH for halogen, the formation of 
ethers, esters, and alkoxides, and the oxidation of primary glycols 
to aldehydes and acids, may take place in connexion with one or 
both of the hydroxyl-groups. For instance, the compounds 
CH20H-CH2Cl, glycolchlorohydrin; CH20C2H;-.CH30H, glycol- 
monoethyl ether; CH20C2Hs-CH20CoHs, glycol diethyl ether; etc.; 
are known. The glycols possess, however, one property due to the 
presence of two hydroxyl-groups, the power of forming anhydrides. 
The first member of the series, glycol, CH20H-CH2OH, does not 
yield an anhydride by the direct elimination of water, but a com- 
pound of the formula C2H,0O is obtained by first replacing one 
hydroxyl-group by Cl and then eliminating HCl: 


Glycolchlorohydrin Ethylene oxide 


This compound, ethylene oxide, boils at 14°, and is therefore gas- 
eous at ordinary temperatures: it readily takes up water, forming 
glycol; or hydrochloric acid, forming glycolchlorohydrin. To 
ethylene oxide is assigned the constitutional formula indicated, 
because it yields ethylene chloride when treated with phosphorus 
pentachloride, the oxygen atom being replaced by two chlorine 
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| CH; 
atoms. If the compound had the constitution || , which is 
CHOH 


also possible but less probable (131), it would not yield ethylene 
chloride when thus treated. 

Some of the higher homologues of glycol with a chain of fou 
or five carbon atoms between the hydroxy]-groups yield anhydrides 
with a constitution analogous to that of ethylene oxide. They 
show a marked diminution in the power of forming addition- 
products with water; or, in other words, the closed chain of carbon 
atoms and one oxygen atom is more stable than in ethylene oxide 
itself. 


2. Trihydric Alcohols. 


151. The principal representative of the group of trihydric 
alcohols is glycerol, or "glycerine," C3Hs(OH)3. In accordance 
with the rule that two hydroxyl-groups cannot attach themselves 
to the same carbon atom, glycerol can only have the structure 


CH,OH-CHOH-CH,OH. 


This structure finds support in other proofs. 

1. On careful oxidation of allyl alcohol by means of potassium 
permanganate, two OH-groups are added at the position of the 
double bond: 


CH,:CH-CH,0H — CH,OH-CHOH-CH20H. 


2. When glycerol, C3HgO3, is carefully oxidized, glyceric acid, 
CaH6e0O4, is first formed, corresponding to the formation of acetic 
acid, CgH,Oe, from ethyl alcohol, C2.H,O, by exchange of two 
hydrogen atoms for one oxygen atom: this indicates that glycerol 
contains one —CH,OH-group. Further oxidation converts gly- 
ceric acid into tartronic acid, C3H 405, two hydrogen atoms being 
replaced by one oxygen atom, with formation of a new carboxyl- 
group. Hence, glycerol contains two —CH,OH-groups in the 
molecule, so that its constitution is CH,OH-CH,O-CHOH. 
Since tartronic acid, COOH -CH.0O-COOG, still possesses alcoholic 
properties, the group CH,O must have the constitution >CHOH, 
and since it must have the same constitution in the molecule 





§§ 152, 153] | GLYCEROL. 191 


of glycerol, the structure of the latter is proved to be 
CH,OH-CHOH -CH,OH. 

3. A further proof of the constitution given above is the forma- 
tion of glycerol from tribromohydrin (147). 

152. Glycerol is a colourless, oily liquid of sweet taste, is very 
hygroscopic, and miscible in all proportions with water and 
alcohol, but insoluble in ether. When cooled to a low tempera- 
ture for some time, it solidifies, but the crystals thus formed do 
not melt below 17°. It boils at 290°, and has a specific gravity of 
1-265 at 15°. Its chemical behaviour accords completely with 
the constitution of a trihydric alcohol. Thus, it yields three 
esters, by replacement of one, two, or three hydroxyl-groups. 
When borax is dissolved in glycerol or in a solution of this sub- 
stance and the mixture introduced into the flame, the green colour 
characteristic of free boric acid is observed: on this reaction is 
based SENIER’s test for glycerol. 

Since glycerol is a substance which plays a very important part in 
the economy of nature as a constituent of the fats (154), its synthesia 
from its eleménts is of great interest. This was effected by FRIEDEL 
and Sitva, the starting-point being acetic acid. This substance can 
be synthesized from its elements in several ways, for example by 
the oxidation of acetaldehyde obtained by the action of water on 
acetylene (125). The dry distillation of calcium acetate gave ace-^ 
tone, which was reduced to isopropyl alcohol. On elimination of 
water from this alcohol, propylene was formed, and on addition of 
chlorine, was converted into propylene chloride, from which tri- 
chlorohydrin was obtained by treatment with iodine chloride. Tri- 
chlorohydrin was converted into glycerol by heating with water at 
170°: 


CH,-COOH сщ: А CH, — CH,-CHOH -CH, — CH,-CH:CH, — 


Acetic acid <eoPropyl alcohol Propylene 
— сн,.сна. CH,Cl — CH,CI -CHCI-CH,Cl —^ CH,OH o. CH,OH. 
Propylene chloride Trichlorohydrin 


153. Acraldehyde (141). is produced by elimination of water 
from glycerol: 
OHH 


CH;.C—CHOH. 
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CH2: C: CHOH should be obtained, but immediately changes to 
acraldehyde, CH2: CH-CĦ (131). 


Large quantities of acraldehyde can be prepared by passing 
glycerol-vapour over anhydrous magnesium sulphate at 330°-340°, 
the yield corresponding with 60 per cent. of the glycerol employed. 
For the preparation of small quantities, 250 g. of glycerol can be 
heated with 10 g. of potassium pyrosulphate, K3810;. 

154. Glycerol occurs in nature in large quantities in the form 
of esters. The fats and oils are glyceryl! tri-esters of the higher 
fatty acids and of oleic acid: glycerol and the fatty acids are 
obtained from them by saponification (85 and 95). Glycerol 
is also present in small proportion in the blood. 

Inversely, the fats can be synthesized from glycerol and the 
fatty acids: for instance, tristearin is obtained by heating glycerol 
th excesg.of stearic acid under reduced pressure at 200? until 
separation of water ceases. 

Many fats gradually become rancid, and develop a disagreeable 
smell and taste. This is due to atmospheric oxidation, which is 
facilitated by the influence of light. The unsaturated fatty acids 
become converted into others containing a smaller number of car- 
bon atoms, and with a characteristic odour and taste. 

The digestion of fats is attended by decomposition into 
glycerol and fatty acid, effected by an enzyme present in the 
pancreas. 

155. Glycerol is extensively employed in the arts and in medi- 
cine. One of its most important applications is to the preparation 
of the so-called “ nitroglycerine.” This explosive has a mislead- 
ing name, since it is glyceryl trinitrate, 

CH20. NO2 
CHO. МО», | 

| CH20. NO2 . 
and not a nitro-compound (68); for on saponification with kalis 
it yields glycerol, and the nitrate of the corresponding alkali-metal. 

Nitroglycerine is prepared’ by bringing glycerol into contact 
with a mixture of concentrated sulphuric acid and nitric acid, 


rise of temperature being prevented. Other polyhydric alcohols 
are converted analogously into nitrates. After a time, the reac- 


§ 156] TETRAHYDRIC AND POLYHYDRIC ALCOHOLS. 193 


tion-mixture is poured into water, whereupon the nitrate separates 
- in the form of an oily, very explosive liquid of faint, headache- 
producing odour. It can be purified by washing with water; 
when perfectly pure it does not explode spontaneously. 

The specific gravity of nitroglycerine is 1-6. Its metastable 
form solidifies at 2-2°, and its stable modification at 12-2°. 


Nitroglycerine is a liquid, and as its use in this form for technical 
purposes would be attended with difficulties, it is mixed with infu- 
sorial earth (“kieselguhr’’), which absorbs it, forming a soft, plastic 
mass, dynamite, containing usually 75 per cent. of nitroglycerine and 
25 per cent. of the earth. Nitroglycerine can also be obtained in 
the solid form by dissolving in it a smal] amount of guncotton (228), 
which converts it into an elastic solid resembling jujubes in con- 
sistence, called “blasting gelatine.” This substance has the &dvan- 
tage over dynamite of not leaving any solid residue after explosion. 
Dynamite cannot be used as ammunition, its velocity of explosion 
being so great as to produce an impulse too violent for a gun to 
resist without bursting: that is, it exerts a “brisant” or detonating 
effect. 


3. Tetrahydric and Polyhydric Alcohols. 
156. Among the tetrahydric alcohols is erythritol, 
СНОН .СНОН.СНОН.СН,ОН, 


which is a natural product. It contains a normai carbon chain, 
since reduction with hydriodic acid converts it into n-secondary 
butyl iodide, CH3:CHI-CH2-CHs3. 

Examples of pentahydric alcohols are arabitol and sylitol, 
С5Н,20ь, which are stereoisomerides, as are also the hexahydric 
alcohols dulcitol and mannitol, CgH ; 40e, both of which are found in 
nature. ‘These all have normal carbon chains, since, like erythritol, 
they yield n-secondary iodides on reduction with hydriodic acid: 
thus, mannitol is converted into 


CH3-CH2-CHI-CH2-CH2:-CHs. 


They can be obtained artificially by the reduction of the corre- 
sponding aldehydes or ketones, dulcitol being formed from 
galactose, and mannitol from mannose and levulose. The 
reason for assuming their stereoisomerism is explained in 205, 
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but here it may be pointed out that the polyhydric alcohols 
contain asymmetric carbon atoms, indicated in the formule by 
asterisks: 
* * 
CH;0H-CHOH-CHOH-CHOH-CH3;0H; 


Arabitol and Xylitol 


CH,OH-CHOH-CHOH-CHOH-CHOH-CH,OH. 
Dulcitol and Mannitol 

157. The presence of polyhydric alcohols prevents the pre- 
cipitation of the hydroxides of copper, iron, and other metals by 
means of alkalis. Thus, a solution of copper sulphate and glycerol 
does not yield a precipitate of copper hydroxide with caustic 
potash. This is due to the formation of soluble metallic compounds 
of the polyhydric alcohols, the hydroxyl-hydrogen being replaced 
by the metal. The acidic nature of the hydroxyl-group, almost 
lacking in the monohydric alcohols, is therefore in some measure 
developed by increase in the number of these groups present in the 
molecule. This property is possessed not only by the polyhydric 
alcohols, but also by many other compounds containing several 
"hydroxyl-groups (19r). 


IV. DERIVATIVES CONTAINING HALOGEN ATOMS, HYDROXYL- 
" GROUPS, NITRO-GROUPS, OR AMINO-GROUPS. 


158. Only afew of the numerous compounds belonging to this 
class will be considered: the chemical properties of its members are 
determined by the substituents. 

No compounds containing halogen and hydroxyl in union with 
the same carbon atom are known: when their formation might be 
expected, hydrogen halide is eliminated, with production of alde- 
hydes or ketones. It has been mentioned more than once that 
stable alkyl-derivatives of compounds themselves unstable or un- 
known, such as the ortho-esters, exist (149). This is true in this 


instance, for while compounds of the type R- CH « SU &re unknown, 
derivatives of the formula R-CH <Я areknown. These 
O . С.Н 1 


substances are called chloroethers. When chlorine is passed into 
ethyl ether, kept cool and in the dark to avoid explosion, the 
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hydrogen atoms are replaced by chlorine. The monosubstitution- 
product has the constitution 


CH;-CH;-O-CHCI-CH;, 


Monochloroether 


as is proved by the action of sulphuric acid, under the influence of 
which it takes up one molecule of water, forming ethyl alcohol, 
acetaldehyde, and hydrochloric acid: 


СН, Н C3H;OH 
CH cad dH 7 CH. CH « I 
CH,CHC| OH — CH,.CH« gj = CH3-CHO+HCL. 


Compounds containing halogen and hydroxyl in union with 
different carbon atoms are obtained from the polyhydric alcohols 
by partial exchange of hydroxyl for halogen, and have the general 
name halogen-hydrins. Glycerol dichlorohydrin, C3H5(OH)Cle, is 
formed when a solution of glycerol in glacial acetic acid is saturated 
with hydrochloric-acid gas. It has the symmetrical formula 


CH2Cl-CHOH -CH2Cl, 


since it differs from the dichlorohydrin obtained by addition of 
chlorine to allyl alcohol, this having the constitution 


CH20H -CHCI-CH2Cl. 


On treatment of both dichlorohydrins with potassium hydroxide, 
epichlorohydrin, 
CH2-CH-CH2Cl, 


is obtained. 

Dinitro-compounds with both nitro-groups in union with the 
same carbon atom are formed from primary bromo-nitro-com- 
pounds by the action of potassium nitrite: 


CH3s-CHBrNO2+ KNO2 =CH3-CH(NO2)2+KBr. 


The hydrogen atom belonging to the carbon atom carrying 
the nitro-zroups can be readily replaced by metals, so that 
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these primary dinitro-compounds have an acidic character 
(322). 

159. Diamines with the two amino-groups attached to the 
same carbon atom are not numerous: most of them have their 
amino-groups in union with different carbon atoms. Some of these 
compounds are formed by the putrefaction of animal matter, such 
as flesh, and are classed as ptomaines with other basic substances 
similarly formed. Such are cadaverine (pentamethylenediamine), 
NHe-CHa: (CH2)3*>CHe»NHe2, and putrescine (tetramethylenedia- 
mine), NHa- CH5- (CH5)g- CH;- NHag. The constitution of these 
substances has been proved by synthesis, pentamethylenediamine 
being thu$ obtained. Trimethylene bromide, Br- CH5-CH;-CH;- Br, 
is converted by treatment with potassium cyanide into trimethylene 
cyanide, CN-CH2-CH2-CH2-CN. This substance is reduced with 
sodium and boiling alcohol, which converts the CN-groups into 
CHN H2-groups (78), with formation of the diamine: 


CN CHN H} 
(CH2)3 — (CHz)s 
CN CHNH3 


When pentamethylenediamine hydrochloride is heated, it loses 
one molecule of ammonia, and is converted into piperidine, which 
has the character of a saturated secondary amine. For this and 
other reasons (388) it is assigned a ring or cyclic formula: 


 /CHa:CH:NH; CH;-CH; 
СН, _NH, = CH, XNE. - 
NCH: -CHNH; SCH;- Cfi, 

Pentamethylenediamine Piperidine 


When heated, tetramethylenediamine and trimethylenediamine 
yield analogous cyclic compounds, but less readily, whereas ethylene- 
diamine does not. 

160. A substance, partly amine and partly alcohol, should 
be mentioned on account of its physiological importance: it is 
choline, CsH:1s02N, which is widely distributed in the vegetable 
kingdom. Its constitution is inferred from its synthesis by the 
interaction of trimethylamine and ethylene oxide in aqueous 
solution: 
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(CH3)3N CHe-CHe / CHe-CH20H 
++\/4 = (CH3)3N . 
ОНН \ OH 
Choline 


Ethylene oxide can also combine with substances like ethyl- 
amine, with formation of amino-alcohols. 

Choline is a constituent of a very complicated compound, 
lecithin, present in brain-substance, yolk of egg, many seeds, and 
elsewhere. It is glycerophosphoric acid in which the alcoholic 
hydroxyl-groups are esterified by palmitic, stearic, and oleic acid; 
and the acidic hydroxyl-groups are combined with choline. 

On treatment with baryta-water, lecithin yields choline, one or 
more of the fatty acids named above, and glycerophosphoric acid. 
This acid is optically active, and has the formula 


CH:0H 


H—C—OH 


is ° O—PO (ОН), 
the central C-atom being asymmetric. 
Lecithin, likewise, is optically active, and may have the formula 
CH;0R 


| 
CHOR' 
| ион 
СН,•0—Р :О | 
NO—CH;:CH; -N(CH;); OH, 
R and R' being similar or dissimilar acid-radicals. 

Many varieties of lecithin are known. The difference in type 
is partly due to the position occupied by the phosphoric-acid radical, 
since it may be in union either with the central or a terminal hydroxyl- 
group of the glycerol; it is also occasioned by variation in the acid- 
radicals united with the other two hydroxyl-groups to form esters. 

The lecithins are optically active, the central glycerol carbon atom 
in the foregoing formula being asymmetric. When the phosphoric- 
acid radical (Ph) is in union with the central carbon atom, asymmetry 
is contingent on the dissimilarity of the groups R and R’: 

CH;,0OR*CHOPh-CH,OR’. 


Natural lecithin is always a mixture of different varieties. 

The lecithins dissolve readily in alcohol, but with difficulty in 
ether. As the structural formula indicates, they yield salts with 
both bases and acids. 





POLYBASIC ACIDS. 


I. SATURATED DIBASIC ACIDS, CaHsn-s0, 


161. Many isomerides of the acids C,H2,(COOH)s are theoretic- 
ally possible, and differ from one another in the positions at which 
the carboxyl-groups are linked to the carbon chain. For many 
reasons, the most important are those with carboxyl-groups attached 
to the terminal carbon atoms of the normal chain, the aa’-acids 
(148). 

The general methods for the preparation of the dibasic acids 


and the monobasic acids are analogous. The former are produced 


by the oxidation of the corresponding glycols and aldehydes, and 
by the hydrolysis of the dinitriles, although many of them are pre- 
pared by special methods. 


Physical and Chemical Properties. 


These acids are well-defined crystalline substances: those 
with more than three carbon atoms can be distilled in vacuo with- 
out decomposition. When distilled under ordinary pressure, 
many of them lose water. 

The melting-points of these acids exhibit the same peculiarity 
as those of the fatty acids (80): the members with an even number 
of carbon atoms have higher melting-points than those imme- 
diately succeeding them, with an uneven number of carbon atoms, 
as is seen from the table on next page. 

This relation is graphically represented in Fig. 30, which indi- 
cates that the melting-points of the even and uneven series 
approximate more and more closely as the number of the carbon 
atoms increases. 

A similar peculiarity is displayed by other physical constants 
of these acids, that of the solubility in water being given in the last 
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column of the table. The solubility of the acids with an uneven 
number of carbon atoms is much greater than the solubility of 
those with an even number, and for both it diminishes with increase 


in the number of carbon atoms. 





9 

Name Formula. oue 
Oxalic acid. ............. СООН .СООН 189.5°* 
Malonic acid............ COOH -CH:° COOH 133° 
Suceinic acid............ COOH • (СН,),. СООН 183° 
Glutaric acid. ........... COOH • (СН,),• СООН 97 .5° 
Adipic acid.............. COOH .(CH:)4* COOH 153° 
Pimelic acid............. СООН .(СН,),• СООН 105.5° 
Suberic acid............. COOH - (CH:)s* COOH 140° 
Azelalc acid. ............ СООН · (СН,),. СООН 108° 
Sebacic асіа............. COOH . (СН,),. СООН 134-5? 


Nonanedicarboxylic acid.. .| COOH -(CH;),-COOH 110° 
em icarboxylic 


Dn uad ue cte east acai’ COOH. (CH3)10oe COOH | 126° 
Brassylic acid........... СООН. (СН,)„ «СООН | 112? 
Pee ey eae 

boxylic acid........... COOH • (CHa): СООН 124° 


Рагіз Ьу 
"er Solu- 


Pasta: i 
Water at 20°. 





* Anhydrous oxalic acid. 


Oxalic acid is a very much stronger acid than its homologues, 
as the dissociation-constants indicate. For oxalic acid 10k is 
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Fic. 30.—Grapuic REPRESENTATION OF THE MELTING-POINTS OF THE 


ACIDS CnHsn -40,. 


about 1000, for malonic acid 16-3, and for succinic acid 0-65: for 
the remaining acids it has values which diminish with increase in 
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the number of carbon atoms, but are of the same order as the last 
number. 'The longer the carbon chain between the carboxyl- 
groups, the weaker is the acid (172). The values of the dissocia- 
tion-constants remain considerably higher than those of the cor- 
responding saturated monobasic acids with the same number of 
carbon atoms. 


Oxalic Acid, C2H204,2H30. 

I62. Between ozalic acid and formic acid there exists a genetic 
interdependence: it is possible to prepare formic acid from oxalic, 
or conversely, oxalic from formic acid. On rapidly heating potas- 
sium or sodium formate, hydrogen is evolved from the fusing 
mass, and potassium or sodium oxalate is produced: 


vee KOOC 


= | + В. 
KOOC KOOC 


The reverse transformation of oxalic acid into formic acid is 
described in 163, and constitutes the ordinary method for the 
preparation of formic acid. 

Oxalic acid frequently results in the oxidation of organic sub- 
stances with nitric acid: thus, it is formed by the action of this 
acid on sugar. It is prepared on the manufacturing scale by heat- 
ing & mixture of caustic potash and caustic soda to the point of 
fusion along with sawdust. A formate is an intermediate pro- 
duct, and on further heating loses hydrogen, being converted into 
an oxalate. After cooling, the mass is lixiviated with water, the 
oxalate going into solution: the oxalic acid is then precipitated 
as calcium oxalate by the addition of milk of lime, and finally 
obtained in the free state by the action of sulphuric acid. 

The production of this acid by the interaction of carbon dioxide 
and potassium or sodium at about 360°, and its formation by the 
hydrolysis of cyanogen, CN-CN, are of theoretical importance. 

Oxalic acid occurs in nature in different plants, chiefly in 
species of ozalis, in the form of potassium hydrogen, or calcium, 
salt. It is sometimes found as a crystalline deposit of calcium 
oxalate, called raphides, in plant-cells. It crystallizes with two 
molecules of water of crystallization, which it begins to lose at 
30°. On careful heating the anhydrous acid sublimes, but when 
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strongly heated, either alone or with concentrated sulphuric acid, 
it decomposes into CO2, CO, and H20. The velocity of this 
decomposition is largely dependent on small differences in the 
amount of water present in the*samples of concentrated acid 
employed, one of the few instances of a reaction being retarded 
by the influence of water. A similar decomposition ensues when 
a solution of uranium oxalate is exposed to sunlight, CO and CO, 
being energetically evolved. Oxalic acid is very readily oxidized: a 
volumetric method for its estimation depends upon the use of 
potassium permanganate in sulphuric-acid solution, each molecule 
of oxalic acid requiring one atom of oxygen: 


C2H,04+0 = 2CO2+H20. 


The oxidation with permanganate accords with the equation 
2KMn0O, +5C,H,0, +3HSO, = K,SO, +2MnSO, + 10CO, +8H,0. 


The manganese sulphate formed has a catalytic accelerating action 
on the process, so that, although the first few drops of permanganate 
solution are very slow.y decolorized, after further addition of per- 
manganate the disappearance of the colour is instantaneous. When 
manganese sulphate is added to the oxalic-acid solution before the 
titration, the permanganate is at once decolorized. 


Only the salts of the alkali-metals are soluble in water. Calcium 
oxalate, CaC20,4,2aq, is insoluble in® acetic acid, but soluble in 
mineral acids; its formation serves as a test both for calcium and 
for oxalic acid. As a dibasic acid, oxalic acid yields both acid 
and normal salts, and the so-called quadroralates are known— 
compounds of one molecule of acid salt with one molecule of 
acid: among these is “salt of sorrel,’? KHC204,H2C204,2aq. 
A great number of complex salts of oxalic acid are known: many 
of them contain alkali-metals, and are soluble in water. They 
are employed in electro-analysis. 


A type of these complex salts is potassium ferrous oxalate, 
K,Fe(C,0,),, which yields a yellow solution. This indicates the 
presence of a complex ion, probably (Fe(C,0,),)””, since ferrous salts 
are usually light-green. Potassium ferrous oxalate is a strong reduc- 
ing agent: it isemployed for the development of photographic plates. 

Potassium ferric oxalate, K,Fe(C,O,),, yields a green solution, 
which must, therefore, also contain a complex ion, possibly 
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(Fe(C10))"". Its solution is rapidly reduced by sunlight, in accord- 
ance with the equation 


2K;F e( С,О,) $7 2K,F e (C304). +K,;C.0, +2C0;. 


This property is made use of in the preparation of platinotypes. 
The photographic negative is placed upon a sheet of paper saturated 
with potassium ferric oxalate: reduction to ferrous salt only takes 
place where the light is transmitted through the negative, and when 
the paper is placed in a solution of a platinum salt, the metal is only 
deposited on the parts coated with potassium ferrous oxalate. 

Epxn's solution has remarkable properties. It consists of a 
mixture of two volumes of a four per cent. solution of ammonium 
oxalate, and one volume of a five per cent. solution of mercuric 
chloride. In the dark it remains unaltered, but under the influence 
of light it decomposes with precipitation of mercurous chloride: 


2HgCl + (NH,):C,0, =2HgCl +2C0,+2NH.Cl. 


The decomposition is much accelerated by the presence of certain 
fluorescent substances, such as eosin (348). 


163. Dimethyl oxalate is solid, and melts at 54°: it is employed 
in the preparation of pure methyl alcohol. Diethyl oxalate is a 
liquid. Both are prepared by distilling a solution of anhydrous 
oxalic acid in the absolute alcohol. 

Ozalyl chloride, COCI- COCI, is prepared by the interaction of 
two gramme-molecules of phosphorus pentachloride and one 
gramme-molecule of oxalic acid. It is a colourless liquid, boils at 
64°, and at — 12° solidifies to white crystals. When its vapour is 
brought into contact with steam, oxalic acid and hydrochloric 
acid areformed. Liquid water, however, converts it quantitatively 
into carbon dioxide, carbon monoxide, and hydrochloric acid. 

Ozamide, CONH2-CONHag, is a white solid, nearly insoluble in 
water, alcohol, and ether, and is obtained as a crystalline precipi- 
tate by the addition of ammonia to a solution of a dialkyl oxalate. 
The monoamides of the dibasic acids are called amic acids, that 
of oxalic acid being oramic acid, CONH2-COOH. It is a crystal- 
line compound, readily soluble in cold water, and insoluble in 
alcohol. | 

The interaction of oxalic acid, HOOC-COOH, and glycerol 
yields either allyl alcohol (132) or formic acid (81), the product 
formed being dependent on the experimental conditions. This 
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action constitutes the basis of the laboratory method of preparing 
each of these compounds. 

On dissolving anhydrous oxalic acid in excess of glycerol at a 
temperature of approximately 50°, the initial product is an 
oxalic ester of glycerol (I.), since addition of alcoholic ammonia 
produces oxamide, as with other oxalic esters. Rise of tem- 
perature causes elimination of two molecules of carbon dioxide, 
with production of allyl alcohol (II.): 


з CO i CH:20-CO-CO,H 
CHO-CO —-2C0,-CH  ; CHOH NM 


| 
CH3;0H HOH bion 
І. П. ПІ. 


Ce + НгО CH:0H 
= CHOH — (нон + Н.СОгН. 


| 
CH;OH H:0H 
IV. 


The quantity of allyl alcohol thus formed is equivalent to that 
of the oxamide which can be precipitated from an equal volume 
of the reaction-mixture. 

With oxalic acid containing water of crystallization, the 
initial product is the acid oxalic ester of glycerol (III.). On 
warming, this compound readily loses one molecule of carbon 
dioxide, with formation of glyceryl monoformate or monoformin 
(IV.). On adding more oxalic acid, formic acid is liberated, and 
distils. Simultaneously, the acid oxalic ester of glycerol is 
regenerated, and becomes available for the production of more 
formic acid. Since the glycerol is always reproduced, it is evident 
that a given weight of this substance is capable of transforming 
an unlimited quantity of oxalic acid. 


Malonic Acid, COOH -CH2-COOH. 


164. The constitution of malonic acid is proved by its synthesis 
from monochloroacetic acid. When an aqueous solution of potas- 
sium monochloroacetate is boiled with potassium cyanide, cyano- 
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acetic acid is formed, and can be converted into malonic acid by 
hydrolysis of the nitrile-group: 


CHa< боон ~ CH2< Gog 7 CHs< COOH: 
Monochloroacetic acid Cyanoacetic acid Malonie acid 


Malonie acid is & crystalline substance: some of its physical 
properties are given in the table in 161. When heated somewhat 
above its melting-point, it loses one molecule of carbon dioxide, 
being converted into acetic acid: 


COOH-CH;- |COO|H — CO; 4- COOH-CH;. 


It is found that when a compound with two carboxyl-groups їп union 
with one carbon atom is heated above its melting-point, its molecule 
loses one molecule of carbon dioxide. 

The most important derivative of malonic acid is diethyl malo- 
nate, many important syntheses being accomplished by its aid. It 
is a liquid of faint odour, boiling at 198°, and having a specific 
gravity of 1-061 at 15°. On treatment with sodium, in the pro- 
portion of one atom to each molecule of ester, hydrogen is evolved, 
and the diethyl malonate converted into a solid mass. In this 
reaction, hydrogen is replaced by sodium, yielding diethyl mono- 
sodiomalonate, a compound of the structure 


COOC-H5 

CHNa . 

COOC.H, 

This is proved by treating it with an alkyl halide (iodide), a sodium 
halide and an ester being obtained ; 


C2H,|I +Na |СН(СООС»Н;) з = СәНь5,.©СН(СООС»Н;)ә2 + Ма]. 


On saponification, this ester yields a homologue of malonic acid. 

If two atoms of sodium, instead of one, react with one molecule 
of diethyl malonate, two hydrogen atoms are replaced. Both of 
these hydrogen atoms are in the methylene-zroup, because, on 
treatment of the disodio-compound with two molecules of an 
alkyl iodide, the two sodium atoms are replaced by alkyl, with 
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production of a substance which on saponification is converted into 
a homologue of malonic acid: 


COOC;H; COOC;Hs 
C[Na; --21]C;Hs — 2NaI--C(C2Hg), . 
COOC;H; COOC;H; 


It is also possible to introduce two different alkyl-groups into 
diethyl malonate. Thus, when diethy! monosodiomalonate is treated 
with methyl iodide, the diethyl ester of methylmalonic acid is 
formed: on treatment with sodium this again yields a sodio-com- 
pound, which is converted by ethyl iodide into the diethyl ester 
of methylethylmalonic acid. The reaction is discussed further 
in the chapter on tautomerism (235). 

From these examples it is evident that it is possible to synthe- 
size a great number of dibasic acids from diethyl malonate. More. 
over, since all these acids contain two carboxyl-groups linked tc 
the same carbon atom, and have in common with malonic acid the 
property of losing CO2 when heated above their. melting-points, 
it is evident that the so-called ‘‘malonic-ester synthesis” is also 
available for the preparation of the monobasic fatty acids. Thus, 
methylethylmalonie acid loses CO; on heating, yielding methyl- 
ethylacetic acid, identical in constitution with active valeric acid 
(51), and resoluble into two active components: 


COOH COOH 
CH 3-C-CagHs = CH3-C-CoHsg. 
COO|H 


Methylethylmalonio Valeric acid 
acid 


The malonic-ester synthesis is much employed in the prepara- 
tion of acids, and will be the subject of frequent reference. 


Details of the malonic-ester synthesis.— One gramme-molecule of 
diethyl malonate is mixed with & ten per cent. solution of sodium 
ethoxide (1 equivalent) in absolute alcohol, obtained by the action 
of sodium on alcohol. To this mixture is added one gramme-mole- 
cule of an alkyl iodide, and the reaction-mixture heated on a water- 
bath under a reflux-condenser until the liquid is no longer alkaline. 
After the alcohol has been distilled off, the residue is treated with 
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water to dissolve the sodium iodide formed, and the diethyl alkyl- 
malonate extracted with ether. The ethereal solution is dried over 
calcium chloride, the ether distilled, and the residue purified by 
fractionation. 

If it is desired to introduce two alkyl-radicals or other groups, 
two equivalents of sodium ethoxide and two gramme-molecules of 
an alkyl iodide are employed. When two different groups are to be 
substituted, one of them is first introduced into the molecule, and 
on subsequent treatment with a second gramme-molecule of sodium 
ethoxide and of alkyl iodide, the diethyl dialkylmalonate is produced. 
Otherwise, the procedure is identical with that described above. 


165. Carbon suboride, C302, is formed by the distillation of dry 
malonic acid with ten times its weight of phosphoric oxide: 


CH; (COOH) 2 C305 --2H30. 


This mode of formation indicates that carbon suboxide has 
the constitutional formula 
О 
CO 
Carbon suboxide is stable only at low temperature; at 
ordinary temperature it polymerizes in the course of a single day 
to a blackish-red, amorphous mass. 
It is a gas of very pungent odour, which can be condensed to 
a liquid boiling at 7°. With water, it regenerates malonic acid, 
and may, therefore, be regarded as an anhydride of this acid. 


The true anhydride, 


СН» «C00, 


analogous to the anhydrides of the higher homologues of malonic 
acid, is unknown. 

Compounds containing the group CH2=CO are known, and 
are designated ketens. Carbon suboxide is the simplest diketen. 


Succinic Acid, COOH -CH2-CH2-COOH. 


166. Succinic acid is a crystalline substance, melting at 182°, 
and dissolving with difficulty in cold water. It is present in 
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amber, in fossilized wood, and in many plants, and can be syn- 
thetically prepared by the following methods. 

1. From ethylene bromide by treatment with potassium cya- 
nide, which converts it into ethylene cyanide, CN-CH3-CH3:-CN: 
on hydrolysis, this yields succinic acid. 

2. From malonic acid by treating diethyl monosodiomalonate 
with ethyl monochloroacetate: 


(COOC;H3);CH [Na --CI]H;C- COOC;Hs = 
^ == NaCl+(COOC2Hs)2CH-CH2-COOC3Hs. 


In this reaction an ester of ethanetricarboxylic acid is formed; 
and when heated above its melting-point, the corresponding acid 
loses CO;, yielding succinic acid: 


CH3-COOH CH,-COOH 

° —> o • 

[COO|]H-CH -COOH CH,-COOH 
Succinic acid, and symmetrically substituted succinic acids, 
can also be obtained by the action of an ethereal solution of iodine 


or bromine upon diethyl monosodiomalonate or its monoalkyl- 
derivatives: 


COOC$;Hg COOC2H; COOC,Hy COOC,Hg 
 A-C[Na__+1,+NalC-A’ | -A-0—————C-A — -2Nal. 
COOC;H; COOC4Hg COOCH, COOCH 
A = Hydrogen or alkyi Tetracarboxylio ester 


By saponification, and elimination of CO3, the ester formed is con- 
verted into the dibasic acid: 


COOH COOH 
A C—C. A’ 
[COO]H [COO]H 
Unlike calcium oxalate, calcium succinate is soluble in water. 
A characteristic salt is ferric succinate, deposited as an amorphous, 


flocculent, brownish-red precipitate by mixing solutions of ferric 
chloride and an alkali-metal succinate. 


A -CH-COOH 


A’.CH-COOH * 2° 
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Formation of Anhydrides. 


167. Oxalic acid and malonic acid do not yield anhydrides (16s), 
while succinic acid, C,HgQO,4, and glutaric acid, CsHsQ4, do so very 
readily. The formation of anhydride is due to the elimination of one 
molecule of water from one molecule of the dibasic acid, as is proved 
by a determination of the molecular weights of the anhydrides: 


CH,—COO]H CH,—CO 
20 = | Уо; 

H,—coloH CH,—CO 
Succinic anhydride ` 
H,—COO|H 4 CHi— CO 
Н, -H,O = CH, 
\CH,—COloH \CHy—CO/ 
Glutaric anhydride 


yk 
AL 

eA Ve 

CM Ay 


Fic. 31. —SPacrAL ee OF THE BoNDS BETWEEN 2-5 
C-ATOMS 
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These anhydrides are reconverted into the corresponding dibasic 
acids by dissolving them in water. 
CH2-CO 
A derivative of succinic acid, succinimide, | „^^ һаз 
T 

a ring of four carbon atoms and one nitrogen atom: it is formed 
_ by the rapid distillation of ammonium succinate. The atoms situ- 
ated at the extremities of a carbon chain of four or five C-atoms 
interact very readily: those in shorter chains only interact with 
difficulty, or not at all. Analogous phenomena are the elimina- 
tion of one molecule of water from aa’-glycols (150), and of 
ammonia from aa’-diamines (159), both very readily effected 
from a carbon chain of four or five C-atoms, but impossible, or 
leading to the formation of very unstable compounds, when the 
chain is shorter. A satisfactory explanation of these phenomena, 
and others of the same type, may be attained by a consideration 
of the direction of the bonds in space. It was assumed (48) 
that the four affinities of the carbon atom are directed towards 
the angles of a regular tetrahedron with the carbon atom at 
the centre. For a single bond between two carbon atoms it is 
assumed that one affinity of each of these atoms is linked to one 
affinity of the other (Fig. 31). The position in space of the C-atoms 
in a chain of three or more members, and the direction of their 
affinities, are represented in the figure. 

It is evident that in a normal chain of four C-atoms the affinities 
at the extremities approach one another closely, and in a chain of 
five C-atoms still more closely, so that they can interact readily. 

A few instances of compounds with a closed chain containing 

CH:-CH2 
only two C-atoms, such as ethylene oxide, Ww , are known. 


The figure indicates that for two C-atoms the direction of the affin- 
ities must undergo a considerable change to render the formation of 
& ring possible. Such compounds are unstable, the closed chain 
being very readily opened, as is indicated by the "strain-theory " 
of vou BAEYER (120). 
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The Saponification of Esters of Polyhydric Alcohels and of 
Polybasic Acids. 


168. Esters can be saponified by means of either acids or 
alkalis. For the saponification with acid of the esters of sym- 
metrical dibasic acids and of the esters of dihydric alcohols, the 
process does not take place step-by-step, and the remarkable fact 
has been established that the ratio of the saponification-constants 
of the neutral and the acid esters, or of the neutral and the 
alcoholic esters, is as 2:1. For instance, when glycol diacetate is 
saponified with acid, there is no intermediate formation of mono- 
acetate, and the velocity-constant is twice as great as that for 
glycol monoacetate; and there is a similar ratio between the 
constants for diethyl malonate and ethyl hydrogen malonate. 

There is a simple theoretical explanation of this phenomenon. 
In the acid saponification the hydrogen ions exert a catalytic 
action, and the saponification may be assumed to be due to the 
impacts of the ions with the ester molecules. The hydrogen ions 
being much smaller than these molecules, localization of the 
impacts to ester-groups can be considered the cause of saponifica- 
tion. For equimolecular concentration the impacts are then twice 
as numerous for the esters of dihydric alcohols or dibasic acids 
as for mono-esters; as can be tested by a doubling of the concentra- 
tion of the ester of a monohbydric alcohol and a monobasic acid. 

For esters like those of methylsuccinic acid, 


COOH-CH(CHs)-CH2-COOH, 


the structure is not symmetrical, so that the molecule does not 
consist of two similar parts, and the velocity-constants are not 
in the ratio 2:1. On saponification, such esters should behave 
like a mixture of two dissimilar esters, and experiment has con- 
firmed this view. 

In the saponification with alkali of the esters of polyhydric 
alcohols, the saponification-constants exhibit a similar ratio. 
If the constant for glyceryl monoacetate is 1, that for the diacetate 
is 2, and for the triacetate 3. In this instance the hydroxyl-ions 
exert a catalytic action, and the explanation of the simple ratio 
of the constants is similar to that given for the hydrogen ions. 
The existence of these ratios is obviously contingent on instan- 
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taneous saponification of the esters, and would be incompatible 
with the step-by-step process formerly assumed to occur. 

When esters of polybasic acids are saponified by alkalis, the 
ratio of the constants is entirely different, the numerical value of 
the constant for the neutral ester being many times greater than 
that for the acid ester. This phenomenon is exemplified by the 
saponification-velocities of diethyl malonate and ethyl hydrogen 
malonate, their ratio being almost 100:1. This fact is explicable 
on the assumption of step-by-step saponification in this case, 
causing the presence of many anions, such as 

C2H;00C-CH2-COO’, 
in the alkaline solution of the acid ester, in which this acid ester 
is present as a highly ionized salt. The saponifying action of 
the negatively charged hydroxyl-ions is in great measure inhibited 
by the repellent influence of the similarly charged anions. 


II. UNSATURATED DIBASIC ACIDS. 


Fumaric Acid and Malefc Acid, C4H,O,. 


169. The most important members of the group of unsaturated 
dibasic acids are fumaric acid and maleic acid, both with the formula 
C,H,O,4. They have been much investigated, a complete explana- 
tion of their isomerism having been finally arrived at by an appli- 
cation of the principles of stereoisomerism. 

Fumaric acid is somewhat widely distributed in the vegetable 
kingdom. It does not melt at the ordinary pressure, but sub- 
limes at about 200°: it dissolves with difficulty in water. Maleic 
acid is not a natural product: it melts at 130°, and is very readily 
soluble in water. 

Both acids can be obtained by heating malic acid (187), 


COOH -CHOH-CH,-COOH, 


the result depending on the temperature and duration of the reac- 
tion. Fumaric acid is the principal product when the temperature 
is maintained at 140°-150° for a long time, but when a higher tem- 
perature is employed, and the heating is quickly carried out, the 
anhydride of maleic acid distils along with water. This anhydride 
readily takes up water, regenerating the acid. This is the ordinary 
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method for the preparation of these acids, and it indicates that 
both have the same structural formula: 


COOH-CH-CH-COOH—H,0 = COOH-CH:CH-COOH. 


(OH H] 


This view of their constitution is supported by the fact that on 
treatment with sodium-amalgam and water both acids yield suc- 
cinic acid, and also by the formation of monobromosuccinic acid by 
addition of HBr, and of malic acid by heating with water at a high 
temperature. Both acids have therefore the same constitutional 
formula, 

COOH -CH:CH-COOH. 


The isomerism of the crotonic acids is similar (136). It remains 
to consider how this isomerism can be explained by the aid of 
stereochemistry. 

A single bond between two carbon atoms may be represented 
as in Fig. 32 (167). If the tetrahedra are drawn in full, then the 


H q— ————7H 


H 
Fic. 32. Fia. 33. 
SINGLE BOND BETWEEN Two CARBON ATOMS. 


single bond will be as in Fig. 33. If the tetrahedra are free to 
rotate round their common axis, isomerism cannot be expected 
for compounds Cabc—Cdef, nor has it ever been observed. 

When a double bond is present, then two affinities of each 
carbon atom come into play, as graphically represented in Figs. 
34, 35, and 36. Free rotation of the tetrahedra relative to one 
another is then no longer possible. 
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The figures indicate that difference of grouping depends on the 
position of the groups a and b of one tetrahedron with reference to 


Fig. 34. Fia. 35. Бо. 36. 


GRAPHIC SPACIAL REPRESENTATION OF THE DOUBLE BOND BETWEEN 
TWO CARBON ATOMS. 


the similar groups a and b of the other. a may be over a, and b 
over b, as in Fig. 35: or a may be over b, and b over a, as in Fig. 36. 
This can be represented by the formulæ 


a—C—b a—C—b 


| and |. 
а—С—Ь b—C—a 


Thus, the two crotonic acids would be 


CH34—C—H H—C—CHg 
|| апа | 
H—C—COOH H—C—COOH' 
and fumaric and maleic acids would have the formuls 
COOH—C—H H—C—COOH 
I. || and II. | i 
H—(—_ COOH H—C—COOH 


It must now be proved which of these two formule belongs to 
fumaric acid, and which to maleic acid. 

Maleic acid yields an anhydride, while fumaric acid does not. 
In formula II. the carboxyl-groups are in juxtaposition to one 
another, but in formula I. they are as far removed from each other 
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as possible. Only in the acid with the cis-formula are the carboxyl- 
groups represented in a position to interact readily: 


H—C—COO|H H—C—CO 
| | »90. 


— -> 
H—C—coloH H—C—CO 
Madeic acid Maletc anhydride 
From this it is inferred that fumaric acid has the constitution indi- 
cated in formula I., and maleic acid that in formula 11. 

170. Further consideration indicates that this view also accounts 
for the other known properties of these acids. Neither formula 
contains an asymmetric C-atom, so that neither optical activity nor 
the great resemblance in such properties as specific gravity, melting- 
point, solubility, etc., due to the similarity in internal structure 
characteristic of the isomerism occasioned by an asymmetric carbon 
atom, is to be expected. Fumaric acid and maleic acid do, in fact, 
display great differences in these physical properties. 

Both fumaric acid and maleic acid combine with bromine, but 
the dibromo-addition-products thus obtained are different. Fu- 
maric acid yields dibromosuccinic acid, soluble with difficulty in 
water; and maleic acid isodibromosuccinic acid, much more readily 
soluble in water. Figs. 37 to 40 indicate that different acids must 
result from this reaction. Figs. 38 and 40, representing dibromo- 


HO: OC 
HO-OC H ———»2H 
=f 2Br = 
H СООН Н /N СООН 
Вг 
Fic. 37.—Fumanric ACID. Fic. 38.—0ІввомовоссімІС Ас. 


succinic acid and isodibromosuccinic acid respectively, cannot be 
made to coincide by rotation; and this is made more evident by 
comparing Figs. 40 and 41. The latter is obtained from Fig. 38 by 
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rotation of the upper tetrahedron round the vertical axis, the posi- 
tion of the lower tetrahedron remaining unaltered. In the figures 
the order of the groups linked to both carbon atoms of the iso-acid 
is H, Br, COOH from left to right: for the lower carbon atom of : 


X = | | 

со-он E: AN CO-OH 
Br 

Fie. 39. —MarzÍc Астр. Fra. 40.—(soDIBROMOSUCCINIC Аср. 


dibromosuccinic acid (Fig. 38) the order is similar, but for the upper 
carbon atom it is from right to left. : 
When HBr is removed from dibromosuccinic acid (Fig. 41), the 
H-atom linked to one carbon atom and the Br-atom linked to the 
other are eliminated, yielding an acid COOH-CH:CBr-COOH. 
This removal of HBr could not be effected if the tetrahedra were 


Bry (0.0H 
| | 
= НВг => 
H AN CO-0H 
Br E CO-OH 


Fie. 41.—Drsromosuccinic ACID. Fia. 42.—BromMoMALEic Астїр. 


in the position shown in Fig. 38: rotation round the vertical axis 
is essential to bring H and Br into “ corresponding ”’ positions, as 
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in Fig. 41: elimination of HBr produces the acid represented in 
Fig. 42. This acid readily yields an anhydride, since the COOH- 
groups are in the corresponding positions: it is therefore bromo- 
maleic acid. 

When HBr is removed from isodibromosuccinic acid, repre- 
sented in Fig. 43 (obtainable from Fig. 40 by rotation in the same 





Со-он` 
Fia. 43.—tsoDrpromosuccinic Астр. Fia. 44.—BnROMOFUMARIC ACID. 


way as Fig. 41 from Fig. 38), an acid results which does not 
yield a corresponding anhydride, but is converted by elimination 
of water into the anhydride of bromomaleic acid. This behaviour 
resembles that of fumaric acid, which under the same conditions 
yields maleic anhydride. This acid must therefore be bromo- 
fumaric acid (Fig. 44). 

It follows that the constitution assumed for these acids on 
stereochemical grounds accounts for their chemical properties. 
Another example in support of this explanation is mentioned 
in 194. 

171. Maleic acid can be converted into fumaric acid by keeping 
it for some time at a temperature above its melting-point; by 
bringing it into contact with hydrogen halides at ordinary tem- 
peratures; by exposing its concentrated solution in presence of a 
trace of bromine to the action of sunlight, a slow reaction in 
absence of light; by treating ethyl maleate with small quantities 
of iodine; or by other means. The facility of all these decom- 
positions indicates that maleic acid is the unstable, and fumaric 
acid the stable, modification. Inversely, fumaric acid is con- 
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verted by distillation into maleic anhydride. Fumaric acid is 
also converted into maleic acid by the action of ultraviolet light, 
as is maleic acid into fumaric acid. With increasing concentra- 
tion of the initial solution, the equilibrium attained is displaced 
towards the side of the maleic acid. 


Affinity-constants of the Unsaturated Acids. 


172. Like the monobasic unsaturated acids (135), the dibasic 
unsaturated acids have greater affinity-constants than the corre- 
sponding saturated acids. For succinic acid, 10*k=0-665, and 
for fumaric acid, 10*k—9.3. The strength of acetylenedicar- 
boxylic acid, COOH-C=C-COOH (obtained by the interaction 
of alcoholic potash and dibromosuccinic acid, 


COOH -CHBr—CHBr-COOH), 


is about equal to that of sulphuric acid. Thus the presence of 
a double bond, and even more of a triple bond, intensifies the acidic 
character. For maleic acid 104k=117, or about twelve times as 
much as for fumaric acid. This indicates the great influence 
exerted by the distance between the carboxyl-groups in the mole- 
cule upon the strength of these acids. 


The ionization of dibasic acids is a step-by-step process. An 
acid H,A first yields H -- HA', and then on further dilution HA’ is 


ionized to H+A”. In this dissociation remarkable differences have 
been observed. For some acids the second stage of ionization does 
not begin until the first is almost complete, but for other acids it is 
already begun when about half of the first stage isover. The degree 
of ionization depends upon the relative position of the carboxyl- 
groups in the molecule. The nearer these groups are to each other, 
the more extended is the first, and the smaller the second, stage of 
ionization; and vice-versa. 

This phenomenon is rgadily explained by assuming that the nega- 
tive charge of the anion is concentrated on the hydroxyl-oxygen of the 
ionized carboxyl-group. During the ionization of the first H-atom, 
the presence of one carboxyl-group promotes the ionization of the 
other. This influence is greatest when the carboxyl-groups are 
close together. Other negative groups produce a similar effect (178 
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and 183). When, however, the ionization of the first H-atom is 
complete, the HA’-residue is decomposed with difficulty into H and 
A”, on account of the attraction exerted by the negative charge of 
this residue on any positively-charged H-ion liberated, this attraction 
being greatest when the negative charge is close to the H-atom of 
the HA'-residue. On the assumption that this charge is situated 
on the hydroxyl-oxygen of the first carboxyl-group, its attraction is 
greatest when the two carboxyl-groups in the non-ionized acid are 
in close proximity. When, however, the H-atom of the first car- 
boxyl-group and the negatively-charged hydroxyl-oxygen of the 
HA'-residue are further apart, the second stage of the ionization 
meets with less resistance, and therefore takes place more readily. 


Dibasic Acids with more than one Triple Bond. 


173. VON BAEYER has prepared dibasic acids containing more than 
one triple bond in the molecule, from acetylenedicarboxylic acid. 
When heated with water, its potassium hydrogen salt is converted 
into potassium propiolate (139), with loss of COs: 


KO0C.CzC.[CO,]H - CO,--KOOC-C-CH. 


When the copper derivative of this salt, KOOC-C-—Ccu,* is treated 
with potassium ferricyanide in alkaline solution, CuO is formed, while 
the two acid-residues simultaneously unite with production of the 
potassium salt of diacetylenedicarborylic acid, 
KOOC-C=C—C=C-COOK. 


The potassium hydrogen salt of this acid also loses CO, readily, 
and the copper derivative of the monobasic acid thus formed is 
converted by similar oxidation into CuO and the potassium salt of 
tetra-acetylenedicarborylic acid: 


2KOOC -C=C-C=Ccu* + KOOC-C=C-C=C-C=C-C=C-COOK. 
These compounds are very unstable, being decomposed by the action 
of light, and otherwise. 
III. POLYBASIC ACIDS. 


174. Acids with three carboxyl-groups in union with one car- 
bon atom are unknown, except as esters. The triethyl ester of 





*cu=4Cu. 
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methanetricarbozylic acid is obtained by the action of ethyl chloro- 
carbonate (263) on diethyl monosodiomalonate: 

C;H5OOC|CI 4- NaJCH (COOC;H;)? — C;H5;00C-CH (COOC$H;)s. 
Ethyl chlorocarbonate 

When this ester is saponified, CO; is simultaneously eliminated, 
malonic acid being formed instead of the corresponding tribasic 
acid. This is another instance of the phenomenon that several 
negative groups do not remain in union with one carbon atom, two 
being the maximum number for carboxyl (149 and 177). 

A description of the syntheses of a few of the polybasic acids 
will afford examples of the methods adopted for the preparation 
of compounds of this class. 

A type of the fribasic acids is aPa’-propanetricarborylic 
acid, or tricarballylic acid, obtainable by several methods. 

1. From tribromohydrin by treatment with potassium cyanide, 
` and hydrolysis of the tricyanohydrin thus formed: 


CH,—CH—CH,; CH2z—CH—CHz CH:——CH——CH: 
° e . ° ° ө — ie ° e 
Br Вг Вг ON CN CN COOH COOH COOH. 
2. From diethyl disodiomalonate and ethyl monochloroacetate; 
(C2H500C)sC[Na; + 261 ІСН, -COOC2H; = 
_. C2H;00C CH,2-COOC.H; 
C;H,00C? * CH;.Co0C;H, * 2NaC. 


On saponification of this ester, an acid is obtained which on 
heating loses COs, with formation of tricarballylie acid: 
CH2-COOH CHz-COOH 
C — CH-COOH. 
CH3;-COOH CH,-COOH 
A synthesis peculiar to the polybasic acids consists in the 


addition of ethyl monosodiomalonate to the esters of unsaturated 
acids, such as fumaric acid: 


HOOC > 
H/0,0| 


NaCH-COOC2H;, 
= i :COOC;Hs 
CH(COOC2Hs) 


Na я 
+ 
H¢(CO00;Hs)s CH -COOC2H; 
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Saponification, with subsequent elimination of COs, yields tricar- 
ballylic acid. It melts at 166°, and dissolves readily in water. 
Aconitic acid, melts at 191°: it is a type of the unsaturated 

tribasic acids. It is obtained from citric acid (197) through 
removal of water by heating. The constitution of aconitic acid is 

CH——C———CH, 

° ° . 9 

COOH COOH СООН 


for on reduction it is converted into tricarballylic acid. 





SUBSTITUTED ACIDS. 


I. HALOGEN-SUBSTITUTED ACIDS. 


175. The halogen-substituted acids can be obtained by the 
direct action of chlorine or bromine upon the. saturated fatty 
acids, but this process is not very satisfactory. The monochloro- 
acids and monobromo-acids are best prepared by the action of 
chlorine or bromine, not upon the acid, but upon its chloride or 
bromide. The process involves treating the acid with phosphorus 
and a halogen, the phosphorus halide produced reacting with the 
acid to form an acid chloride or bromide, R-COX, which is then 
attacked by the excess of halogen present. 

Some acids cannot be thus brominated: such are trimethyl- 
acetic acid, (CH3)3C-COOH, and tetramethylsuccinic acid, 
(CH3)2C-COOH 


(CH3)2C-COOH 
with the a-carbon atom, which is directly linked to carboxyl. 
As a general rule, it is only possible to brominate acids of which 
the a-carbon atom is linked to hydrogen, the acids formed being 
called a-bromo-acids. The constitution of these is proved by 
converting them into hydroxy-acids (179), which are shown to be 
a-compounds through their synthesis by another method. 

Halogen-substituted acids can also be prepared by addition of 
hydrogen halide or halogen to the unsaturated acids, or by the 
action of phosphorus halides on the hydroxy-acids. The iodo- 
acids can sometimes be advantageously obtained from the corre- 
sponding chloro-derivatives by heating them with potassium iodide. 

The formation of a-substituted acids only in this process is 
explicable on the assumption of the initial transformation of 
the acid bromide into an isomeride: 


In these acids there is no hydrogen in union 


H. 
R-CHs-COBr— R-CH:OQ, 
I r 


221 
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Addition of bromine to this compound yields a substance of the 


formula 

ГОН 
R-CHBr-C—Br 
E i 


converted by elimination of HBr into an a-bromo-acid bromide. 
176. The introduction of halogen into the molecule causes a 
marked increase in the strength of an acid, as will be seen from 
the table below of dissociation-constants, 10*k. This table 
indicates that the strength of an acid is increased to a greater 
extent by chlorine than by bromine, and by bromine than 





Name. Formula. 10%. 
Асейо асїй...................... CH;-CO,H 0-18 
Monochloroacetie acid. ........... СН,.СІ.СО,Н . 15.5 
Monobromoacetie acid. ........... CH;Br.CO,H 13.8 
Monoiodoacetic acid.............. CHj,;I.COH . 7.5 
Dichloroacetic acid. .............. CHCh.COH 514 
Trichloroacetic acid.............. ССІ, СОН 12100 
Butyric acid е ee ee ee ee ot ee ee CH; ° CH: . CH; e CO,H 0. 152 
a-Chlorobutyric acid............. CH;-CH;-CHCl-CO.H 13-9 
6-Chlorobutyric acid............. CH;:CHCI: CH;*: CO,4H 0-89 
y-Chlorobutyric acid............. CH;Cl* CH,* CH;- CO 0*3(ca.) 





by iodine, and that a marked increase is occasioned by the intro- 
duction of more than one chlorine atom. The position of the halo- 
gen atom also exerts an influence: for iodoacetic acid with the 
I-atom in the a-position the value of the constant is 32 times as 
great as for acetic acid, while for f-iodopropionic acid 10*k is only 
7 times as great as for propionic acid. 

The influence of the carboxyl-groups upon the halogen 
atoms is such that the properties of the monohalogen-substituted 
acids depend chiefly upon the relative position of the halogen atom 
and the carboxyl-group. 

On boiling with alkalis, the a-halogen-substituted acids are 
readily converted into the a-hydroxy-acids by exchange of halogen 
for hydroxyl: 


CH2Cl.COOH+2KOH = KCl+CH:20H-COOK+H20. 


Monochloroacetic acid Potassium glycollate 
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On similar treatment, the jf-halogen-substituted acids lose 
hydrogen halide, with formation of unsaturated acids: 
CH3-CHCI-CH3-COOH —- CH3-CH:CH-COOH 4 HCl. 
B-Chlorobut yric acid Crotonic acid 

The behaviour of the f-halogen-substituted acids with sodium 
carbonate is very characteristic. When they are warmed with 
its aqueous solution, hydrogen halide and CO, are simultaneously 
eliminated from the molecule, with formation of an unsaturated 
hydrocarbon: 

ГОН, 


CH,-CH-CH|CO,;\Na| = CH;-CH:CH-CH, + NaBr + CO,. 
° pecudoButylene 
(Br | 


On boiling with water or with an alkali-metal carbonate, the 
y-halogen-substituted acids readily lose HX, forming lactones 
(180 and 185-186) : 

CHa CHCH OHNO — CH3-CH-CH2-CH2-CO 
eee 


Br ___ но 


Valerolactone 


Chloroacetic Acids. 


177. Monochloroacetic acid, CH3Cl- COOH, is obtained by the 
action of chlorine upon acetic acid, in presence of sulphur as a 
chlorine-carrier. It is a crystalline solid, melting at 63°. Di- 
chloroacetic acid, CHCl,-COOH, a liquid boiling at 191°, and 
trichloroacetic acid, CCl3- COOH, a solid melting at 57° and boiling 
at 195°, are best prepared from chloral (201). Trichloroacetic 
acid is unstable, and on boiling with water decomposes into carbon 
dioxide and chloroform: 


CCl;-[CO;]H = ССН + СО. 
This is another example of the fact that “‘ loading ” a carbon atom 
with negative elements and groups renders the molecule unstable. 
Acids with more than one Halogen Atom in the Molecule. 


178. Isomerism in this type of compounds may be occasioned 
by a difference in position of the halogen atoms in the molecule. 
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Addition of halogen to an unsaturated acid produces a compound 
with the halogen atoms linked to adjoining carbon atoms. 


The elimination of hydrogen halide from acids of this class affords 
a striking example of the value of stereochemistry in explaining 
phenomena for which the ordinary constitutional formule are unable 
to account. Among them is the fact that in the series of unsaturated 
acids the dibromide of one modification loses 2HBr very readily, 
yielding an acid with a triple bond, while the dibromide of the other 
modification either does not react thus, or only with difficulty. An 
example of this is afforded by erucic and brassidic acids, which have 
been proved, by the method indicated in 140, to have the constitution 


О.Н, СН: СН. С.Н. СООН. 


When heated with alcoholic potash at 150°-170°, dibromoerucic acid, 
obtained by addition of bromine to erucic acid, readily loses 2HBr, 
yielding behenolic acid, CHi: °CŒC -Cu Hn COOH; whereas one 
molecule of hydrobromic acid is eliminated from dibromobrassidic 
acid, with production of a monobromoerucic acid. This difference is 
accounted for by assigning the trans-formula to erucic acid and the 
cis-formula to brassidic acid, as indicated in Figs. 45 to 50. 





H 
C. H, 


-f= Br, = 


H O3 H4OO,H 


Fig. 45.—Ervucic Acip, 
Trans-formula, 


In the formula for dibromoerucic acid, the tetrahedra may be 
rotated so as to bring each Br-atom above a H-atom (170), making 
the elimination of 2HBr possible (Figs. 46 and 47): in that for 
dibromobrassidic acid, only one Br-atom and one H-atom can be 
brought into the “ corresponding positions ” to one another (Figs. 
49 and 50). d 
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р ух 


Вг Вг 
Fia. 46.—DIBROMOERUCIC Fia. '47.—DIBROMOERUCIC 
ACID. Acip. 


Each H-atom in corresponding 
position to a Br-atom. 


H С.Н, 
+ Вг, 3 
Cu HCO,H 
H 


Fie. 48.—Brassipic Acm. 
Cis-formula. 


WO 
Ln A 


Fig. 49.—Disromosrassipic Аср. Fia. 50. aie ACID. 


Only one H-atom in corresponding 
position to one Br-atom. 
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II. MONOBASIC HYDROXY-ACIDS. 


179. The hydroxy-acids are substances with one or more 
hydroxyl-groups and carboxyl-groups in the molecule. The general 
methods for their formation depend upon the introduction of 
hydroxyl-groups and carboxyl-groups. They are produced in the 
following reactions. 

1. By the careful oxidation of polyhydric alcohols: 


CH3-CHOH-CH,OH — CH3-CHOH-COOH. 
Propylenegiycol Lactic acid 
2. By replacement of the halogen in halogen-substituted acids 
by hydroxyl, as already described (150). 
3. By reduction of the aldehydic acids and ketonic acids, which 
contain both a carboxyl-group and a carbonyl-group: 


CH3-CO-COOH+2H = CHs3-CHOH-COOH. 
Pyroracemic acid Lactic acid 
4. By the action of nitrous acid upon acids with an amino-group 
in the alkyl-residue: 
Glycine Glycollie acid 
5. By addition of hydrocyanic acid to aldehydes or ketones, 
and hydrolysis of the nitrile thus obtained (ror, 3), a method yield- 
ing only a-hydroxy-acids: 


H 
C,Hoen +1 -CHO +HCN = С„Нә»„+1 CLEN ; 
Aldehyde МОН 
Cyanohydrin 
/H /H 
C,H254 41: C—CN +2H20 = C,Hon41-C—-COOH + NHs3. 
NOH NOH 
Cyanohydrin a-Hydroxy-acid 


By exchange of Br for OH, acids brominated by the method de- 
scribed in 175 yield hydroxy-acids identical with those obtained 
by this cyanohydrin-synthesis. It follows that in these acids the 
bromine is in union with the a-carbon atom. 

6. Oxidation with potassium permanganate effects the direct 
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replacement of hydrogen by hydroxyl in acids with a hydrogen 
atom linked to a tertiary carbon atom: 


СН >ОН. COOH +0 = Сна >С(ОН). COOH. 


/ eButydo acid аа acid 


Properties. 


180. Different compounds are obtained from the hydroxy-acids 
by substitution in the hydroxyl-group and carboxyl-group respect- 
ively. When the H-atom of the hydroxyl-group is replaced by 
alkyl, an acid ether is obtained: 


CHOH -COOH —>CH20C2H5. COOH. 
Glyoollio &cid hylglycollic acid 


Like an ordinary ether, C.H5,44 0: Ca Han 41; ethylglycollic acid 
cannot be saponified. When, on the other hand, the H-atom of 
the carboxyl-zroup is exchanged for alkyl, an ester is produced: 


CH,OH-COOH — CH,0H -COOC2Hs. 
Ethyl] glycollate 


Like other esters, these compounds can be saponified. 

The introduction of hydroxyl strengthens the fatty acids to an 
extent dependent on its position relative to the carboxyl-group, an 
effect analogous to that produced by the halogens (176). This is 
indicated by the table, which contains the values of the dissociation- 
constant, 104k, for several acids. 


Name. Formula. 104k, 
Асе&бс асїй.......................... CH;-COOH 0-180 
Glyocollie acid (Hydroxyacetie acid). ....| CH,OH-COOH 1.52 
Propionic асіа........................ СН,.СН,.СООН 0-134 
Lactic acid (a-Hydroxypropionic acid)..} CHs- CHOH- COOH 1-38 
B-Hydroxypropionie acid. . ............ CH,OH -CH,-COOH | 0-311 


On heating, the a-hydroxy-acids readily lose water, two mole- 
cules being simultaneously eliminated from two molecules of acid: 
this reaction takes place between the hydroxyl-group of one mole- 
cule and the carboxyl-group of the other. Lactic acid yields lactide: 
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CH3-CH|OH H|OOC CH3-CH-OOC 
OO[H HOJ—CH-CH; 00 — CH-CH;. 


Lactide 


The formula of this compound indicates that it is a double ester, its 
constitution being proved by its behaviour when boiled with water 
or dilute acids: like the esters, it is saponified, yielding lactic acid. 

B-Hydrozy-acids readily give up water, with formation of un- 
saturated acids: 


CH;-CH-CH-COOH 
| | = H,O +CH;-CH:CH-COOH. 
Crotonic acid 
p-Hydroxybutyrio acid 
When a 8-hydroxy-acid is boiled with excess of a 10 per cent. 
solution of caustic soda, it is partly converted into an af-unsaturated 


acid, and partly into a #y-unsaturated acid, while a portion remains 
unchanged. An equilibrium is thus reached: 


R-CH:CH-CH,-COOH @ R-CH,-CHOH -CH,-COOH = 
= R-CH,-CH:CH-COOH. 
If this reaction is reversible, the same equilibrium should be attained 


by starting from the hydroxy-acid, or from either of the two unsat- 
urated acids. Fitria proved that this is actually the case. 


y-H ydrozy-acids and 0-hydroxy-acids lose water, with formation 
of inner anhydrides, called lactones (176 and 185-186): 


СН,.СН,.СН,.СО СНз .СН,:СН,.СО. 
| | = H0 + | 

OH шишиши: 
y-Hydroxybutyric acid . Butyrolactone 


Glycollic Acid, C2H405. 


181. Glycollic acid is present in unripe grapes, It is usually pre- 
pared by treating monochloroacetic acid with caustic potash: 


COOH-CH,(CI 4- KJOH = COOH-CH;,OH - KCl. 


Glycollic acid is a crystalline solid, melting at 80°. It is very 
readily soluble in water, alcohol, and ether: the calcium salt dissolves 
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with difficulty in water. When distilled in vacuo, glycollic acid loses 
water, with formation of glycollide: 


CH,O[H HO|CO CH,0-CO 
| = 29,0+ | i | 
CO O[H HO}CH, CO-O-CH, 
Glycollide 


Hydroxypropionic Acids, C3H40;. 


182. Two hydrorypropionic acids are known, differing in the 
position occupied by the hydroxyl-group: they are a-hydrorypro- 
pionic acid, CH3-CHOH-COOH, and §-hydroxypropionic acid, 
CH,0H-CH2-COOH. The first is ordinary lactic acid. 

a-Hydroxypropionic acid can be obtained synthetically by the 
methods described in 179, although it is usually prepared by other 
means. In presence of an organized ferment, called the ‘‘lactic-acid 
bacillus," certain sugars, such as lactose, sucrose, and dextrose, 
undergo ‘‘lactic fermentation," the principal product being lactic 
acid. These bacilli are present, for example, in decaying cheese, 
and cannot live in a solution of lactic acid of more than a certain 
concentration: to make fermentation possible, chalk is added to 
neutralize the lactic acid formed. Lactic acid can also be prepared 
by heating dextrose or invert-sugar with caustic soda. 

Lactic acid derives its name from its presence in sour milk, 
as a result of the fermentation of the lactose present. The faint 
acid odour possessed by sour milk is due, not to lactic acid, but to 
traces of volatile fatty acids simultaneously formed: lactic acid 
itself is odourless. Lactic acid is also present in other fermented 
substances; and in large quantities in ensilage, a cattle-food 
prepared by submitting piles of grass or clover to pressure. 

Lactic acid is purified by distilling the aqueous acid at very 
low pressures (1 mm.), when it is obtained as a crystalline solid 
melting at 18°. The commercial product is a colourless, syrupy 
liquid of strongly acid taste, and contains water. When heated 
under ordinary pressure, with the object of removing water, it is 
partially converted into the anhydride (180) even before dehydra- 
tion is complete: this can be detected by the diminution of the 
acid-equivalent on titration. Its racemic zinc salt forms well- 
defined crystals with three molecules of water. 

The constitution of lactic acid is deduced from its formation 
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from acetaldehyde by the cyanohydrin-synthesis (179, 5), and by 
the oxidation of propyleneglycol. When lactic acid is heated 
alone, or with dilute sulphuric acid, it yields acetaldehyde and 
formic acid: 


H 
CH;-CHO|H -COOH| — CHs-Co +H-COOH. 


This decomposition may beregarded asareversal of the cyanohydrin- 
synthesis, and is characteristic of many a-hydrory-acids. 
H 


Lactic acid, CH,-C-COOH, contains one asymmetric carbor 
OH 


atom. In accordance with the principles laid down in 48, it ought 
to exist in three isomeric modifications, and all these are known. 
Ordinary lactic acid obtained by synthesis is racemic: that is, 
it consists of equal quantities of the dextro-acid and levo-acid, 
and is therefore optically inactive. Dextro-lactic acid and levo- 
lactic acid can be obtained from the inactive modification by 
methods described in 195. The dextro-rotatory variety is a 
constituent of meat-juices, and is therefore sometimes called 
* sarcolactic acid." 

I83. The synthetic lactic acid is inactive, and hitherto optically 
active products have not been prepared from inactive substances 
by wholly chemical means. Since the inactive modification con- 
sists of equal parts of dextro-rotatory and levo-rotatory substance, 
both must be formed in equal quantities in the synthesis. An 
explanation of this phenomenon is afforded by a consideration of 
the following examples. 

The nitrile of lactic acid is obtained by the addition of hydro- 
cyanie acid to acetaldehyde (179, 5), the structural formula of 
which is represented in Fig. 51: 





Еча. 51. Fia. 52. Fre. 53. 
ACETALDEHYDE. LACTONITRILE. LacroNrTRILE. 
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The addition of H-CN can take place in two ways, the oxygen 
doubly linked to the central carbon atom of the figure becoming 
severed either from the bond c or from d. In the first case the 
group CN becomes linked to c (Fig. 52), and a hydroxyl-group is 
formed at d: in the second case this is reversed (Fig. 53). The 
configurations thus obtained are mirror-images, and cannot be 
made to coincide: they represent asymmetric C-atoms. | 

The possibility of the formation of both active components is 
thus evident, and that these must be formed in equal amounts is 
made clear by a consideration of the probability of their formation. 
This is alike for both, since d and с occupy similar positions with 
respect to a and b, and there is therefore no tendency for the oxygen 
to remain linked to the one more than to the other. 

In this example an asymmetric carbon atom has resulted from 
an addition-reaction. An example of the formation by substitution 
of a compound containing such an atom is that of a-bromopro- 

« -, Br СН» os e cH СН; | 
pionic acid, H >С< соон; from propionic acid, dag? C< COOH 
By replacement of Hc and Hd respectively, two acids of opposita 
rotation are produced, the probability of the formation of one being 
equal to that of the formation of the other. 

Compounds containing an asymmetric carbon atom can also 
result from the elimination of a group, as in the formation of methyl- 


; . СНз Н e" 
ethylacetic acid, CH? C< COOH” from methylethylmalonic acid, 


с 
CH, > °< COOH: by loss of COs. The probability that this will 
d | 


take pluce at c and at d is equal, so that an inactive mixture is 
produced. 

184. When optically active lactic acids and othe: optically 
active substances are strongly heated, they are converted into the 
corresponding optically inactive form, containing equal propor- 
tions of the dextro-modification and levo-modification. This 
necessitates the conversion of one-half of the optically active 
substance into its optical isomeride. | 


Optical inactivity is sometimes attained without the aid of heat. 
WALDEN found that the dextro-rotatory isobutyl bromopropionate, 
CH;-CHBr-COOC,H,.and other compounds with a Br-atom in union 
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with an asymmetric C-atom, became optically inactive through being 
kept for three or four years at the ordinary temperature. The veloc- 
ity of transformation under such conditions, for most substances too 
small to be appreciable after the lapse of even long periods—and 
only measurable at higher temperatures, which have an accelerating 
effect upon most reactions—has for these compounds a measurable 
value. 


Lactones. 


185. The 7-hydroxy-acids lose water very readily, with forma- 
tion of lactones (176 and 180). So great is this tendency that 
some y-hydroxy-acids, when liberated from their salts, at once 
give up one molecule of water, yielding a lactone. This phenome- 
non is another example of the readiness with which ring-com- 
pounds containing four carbon atoms are formed (167). Many 
y-hydroxy-acids are not known in the free state, but only in the 
form of esters, salts, or amides. The lactones are stable towards 
an aqueous solution of sodium carbonate, but are converted by the 
hydroxides of the alkali-metals into salts of y-hydroxy-acids, a 
reaction proving their constitution. They may be looked upon as 
the inner esters of the hydroxy-acids. 

The lactones can be prepared by several methods. Thus, 
acids containing a double bond at the fy-position or yd-position 
(45r-acids or 47’-acids) are readily converted into lactones by 
warming with dilute sulphuric acid. This formation of lactones 
may be regarded as an addition of the carboxyl-group at the 
double bond: 


p « 
R-CH:CH-CH,-CO > R-CH-CH2-CH)-CO. 
H. 


Unsaturated 4@r-acids can be obtained by several methods, one 
being the action of aldehydes upon sodium succinate in presence of 
acetic anhydride: 


CH,-CG + H,C-COOH ч ан 
H,C-COOH он 
Aldehyde Виссіпіс асій H,C-COO[H]. 


By elimination of one molecule of water, there results a lactonic acid, 
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a a -CO,H 
m 
CO 


On dry distillation, this loses CO,, yielding the unsaturated acid: 


CH,.CH-CH-|CO,]H 


l : 
ons — CH,-CH . CH CH, eCOOH. 
0—CO 


Another method for the preparation of lactones is the reduc- 
tion of 7-ketonic acids (233, 3). d-Lactones and ¢-lactones are also 
known. 

186. On boiling with water, the lactones are partly converted 
into the corresponding hydroxy-acids, the quantity of acid formed 
being in a measure dependent upon the amount of water present. 
An equilibrium is attained between the system acid and lactone + 
water: 


СН.ОН.СН,.СН,. COOH = CH2-CH2-CH2-CO+H,0. 


y-Hydroxybutyrie acid 


Butsrolactone 


If the molecular concentration per litre of the ;-hydroxy- 
butyric acid is A, and if, after the lapse of a time t, z molecules 
have been converted into lactone, the velocity of lactone-forma- 
tion at that instant, s, is given by the equation. 


s=k(A—z), 


k being the reaction-constant. But the reverse also takes place, the 
acid being regenerated from the lactone and water. If the lactone 
is dissolved in a large excess of water, no appreciable error is in- 
troduced by assuming the quantity of the latter to be constant. 
The velocity s' of this reverse reaction is then represented by the 


equation 
8' — k'z, 


in which k’ is again the reaction-constant. The total velocity of 


r34 ORGANIC CHEMISTRY. [$ 187 


the lactone-formation for each instant is, therefore, equal to the 
difference between these velocities: 


в—'= © =(А—л)—Ёт. > des a a ж. (CB) 


When equilibrium is reached, s=s’; and if the value of x at this 
point has become equal to zı, then 


, k Z1 
k(A—2i) — k'zi —-0, or F A-a e o ө (2) 


Equations 1 and 2 can be solved for k and k’. The same method 
of calculation may be applied to ester-formation from acid and 
alcohol, by which the reaction-constant of the ester-formation, and 
of the ester-decomposition, can be computed. 

The lactones form addition-products with hydrobromic acid 
as well as with water, yielding y-bromo-acids, the constitution of 
which is inferred from their reconversion into lactone (176). The 
lactones also form addition-products with ammonia, yielding the 
amides of the y-hydroxy-acids. 


Ш. DIBASIC HYDROXY-ACIDS. 


187. The simplest dibasic hydrozy-acid is (artronic acid, 
COOH.CHOH.COOH. It can be obtained by the action of moist 
oxide of silver upon bromomalonie acid, and is & crystalline solid, 
melting at 187° with evolution of COs. The glycollic acid, 
CH:OH.COOH, thus formed, at once loses water, yielding a poly- 
meride of glycollide (18r). 


A substance of greater importance is malic acid, C4HgO$, 
which is present in various unripe fruits, and is best prepared from 
unripe mountain-ash berries. It is a crystalline solid, melting at 
100°, and is readily soluble in water and in alcohol. Natural 
malic acid is optically active. 

It is possible to prove in several ways that malic acid is hydroxy- 
succinic acid, COOH-CHOH-CH2z-COOH. Among these are its 
reduction to succinic acid by heating with hydriodic acid, its con- 
version into monochlorosuccinic acid by the action of phosphorus 
pentachloride, and so on. Its alcoholic character is indicated by 
the formation of an acetate when its diethyl ester is treated with 
acetyl chloride. 
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The conversion of malic acid under the influence of heat into 
fumaric acid and maleic acid has been already mentioned (169). 
In addition to the natural levo-rotatory acid, both a dextro-rota- 
tory and an inactive modification are known. The latter can be 
resolved by fractional crystallization of its cinchonine salt into its 
two optically active components. As indicated by its structural 
formula, malic acid contains an asymmetric C-atom. 


Tartaric Acids, С.НвОв. 


188. Four acids of the composition C4HgOg are known, all with 
the constitutional formula 


COOH-CHOH-CHOH - COOH. 


They are called deztro-rotatory tartaric acid, levo-rotatory tartaric 
acid, racemic acid, and mesotartaric acid: the last two are optically 
inactive. Their constitution is proved by their formation from the 
dibromosuccinic acids—obtained from fumaric acid or maleic acid 
by the action of bromine—by boiling their silver salts with water, 
as well as by their production from glyoxal (198) by the cyano- 
hydrin synthesis. The inactive modifications are produced by 
these reactions (183). 

In accordance with the constitutional formula given above, the 
tartaric acids contain two asymmetric C-atoms in the molecule, 
and it is necessary to consider how many stereoisomerides are 
theoretically possible. 

With a single asymmetric C-atom there are two optical 
isomerides, which can be denoted by rı and l, (I). Addition 
of a second asymmetric C-atom, which may be dextro-rotatory 
or lævo-rotatory, produces the combinations II. of the subjoined 
scheme. Increase in the number of C-atoms to three gives 
similarly eight isomerides (III.). It is evident that for n asym- 
metric C-atoms the number of possible isomerides is 2": 


I. Ti l 


РА И“ 


П. 7172 Tila lyra ll; 


“ы У “м S 


III. ryrerg т7213 "Поз тоз тз тїз hera — hls. 





236 ORGANIC CHEMISTRY. .. [$189 


In this scheme, all the asymmetric C-atoms are assumed to be 
dissimilar, and the racemic combinations are left out of con- 
sideration. 

Since tartaric acid, however, contains two similar asymmetric 
C-atoms, that is asymmetric C-atoms in union with similar group;, 
lira and lr; become identical, leaving so far three isomerides 
possible. түт; апа J,l2 being able to unite to form a racemic 
compound, the total number of possible isomerides is raised to four: 


1 2 3 4 
CH(OH)(COOH) Dextro Dextro Lævo i. „орпа. 


CH(OH)(COOH) Dextro Levo  Levo 498 of rire and lis 


The four tartaric acids, C,HgO., correspond in properties with 
the four theoretically possible isomerides. Dextro-tartaric acid 
and levo-tartaric acid must be represented respectively by 1 and 
3, since in these both C-atoms rotate the plane of polarization in 
the same direction, and should therefore reinforce each other’s 
influence. The optically inactive mesotartaric acid is represented 
by 2: its two asymmetric C-atoms rotate the plane of polarization 
equally, but in opposite directions, and thus neutralize each other’s 
effect. Finally, isomeride 4 is racemic acid. 

An important difference exists between the two optically in- 
active isomerides, racemic acid and mesotartaric acid. The former, 
obtained by mixing equal quantities of the dextro-acid and levo-acid, 
can be resolved into its components: the latter, consisting only of 
one kind of molecules, cannot be resolved. The rotation caused by 
the dextro-acid is equal in amount but opposte in sign to that 
due to the lzvo-acid. 

189. Emit Fiscner has introduced a simple mode of writing the 
spacial formulz of optically active compounds, of which frequent 





Fic. 55. 
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use will be made later. The representation in space of two C-atoms 
Cabc 
in union, in à compound | , is shown in Fig. 54 (167). 
Cabc 
If the two bonds uniting the two carbon &toms are supposed to 
lie in the plane of the paper, then the positions of a and c are to 
the back, and of b to the front. If a, b, and c are imagined to be 
projected upon the plane of the paper, and a and c simultaneously 
so altered in position that they lie in the same straight line at 
right angles to the vertical axis, and b lies in this axis produced, 
then projection-figure I. is obtained: 





b a 
G— —|— —c c——|—— 
a ——t e—|— b 
a 
I. II. 


If Fig. 54 is rotated round its vertical axis, so that a, for example, 
lies in front of the plane of the paper, Fig. 55 results, its projection 
being represented by II. These apparently different configurations 
are identical. 

For a chain of four carbon atoms there is obtained analogously 
the projection-figure 


This will be understood if it is imagined that the figures in 167 
(Fig. 31) are so placed that the plane in which the carbon bonds 
leis at right angles to that of the paper, and the figures in this 
position are projected in the manner just described. 

190. The projection-formule for the four isomeric tartaric 
acids are thus obtained. If the projection figure for two asym- 
metric C-atoms is divided in the middle of the vertical line, and 
the upper half of the figure rotated through 180° in the plane of 
the paper, the similar grouping of HO, H, and COOH about the 
asymmetric C-atoms in both halves, 
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К ———H and HO— —|— — HH, 


COOH COOH 


indicates that both C-atoms rotate the plane of polarization in the 
same direction. We shall arbitrarily assume that this grouping 
occasions dextro-rotation. 
When the two carbon atoms are again united by transposing 
one of the halves in the plane of the paper, the figure 
COOH 


H— —|—— —OÓH 
HO—— —|———H 


COOH 


results and is therefore the projection-formula for the dextro- 
rotatory acid. 

The grouping with respect to the two C-atoms in the levo- 
rotatory acid must be the mirror-image of that in the dextro- 
rotatory (48): thus, ' 


H—————|J———OH and H— ——|— —OH. 
COOH COOH 
'The combination of these two gives the projection-formula 
COOH 
HO———|——H 
H— ——|— OH 
COOH 


for the levo-rotatory acid. 
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These representations of the constitutions of dextro-tartaric 
acid and levo-tartaric acid cannot be made to coincide by altering 
their position in the plane of the paper,* and are therefore different. 

When the acid contains a dextro-rotatory and a levo-rotatory 
C-atom, as in mesotartaric acid, the arrangement of the groups 
will be 


Dextro Levo 
HO— —|———H H———|——OH, 
боон СООН 
and their projection-formula 
COOH 
но-———Н 
| HO——.—H 
COOH 
The projection-formula for racemic acid is 
"COOH “COOH 
H——|——OH HO--—|—H 
HO——| —H S H—— | —oH 
H OOH 





* These projection-formule can be made to coincide by rotating one of 
them through 180° about the line HO—H. It will be seen from a model, 
however, that the spacial formuls cannot be made to coincide by this treat- 
ment. To determine by means of projection-formulsg whether this is possible 
for spacial formule, it is only admissible to transpose them in the plane of 


the paper. 
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Dextro-tartaric Acid. 


IgI. Potassium hydrogen d-tartrate, CjH59OgK, is present in the 
juice of grapes, and during alcoholic fermentation is deposited on 
the bottom of the casks, being even more sparingly soluble in dilute 
alcohol than in water. The crude product is called 'argol "; when 
purified, it is known as “cream of tartar.” To obtain deztro- 
tartaric acid, the crude argol is boiled with hydrochloric acid, and 
the acid precipitated as calcium tartrate, CaC,H,Og¢, with milk of 
lime. After washing, the calcium salt is treated with an equivalent 
quantity of sulphuric acid, which precipitates calcium sulphate and 
sets free the tartaric acid: this can be obtained by evaporation in 
the form of large, transparent crystals, without water of crystalliza- 
tion, and having the composition C4H,QOg. 

Dextro-tartaric acid melts at 170°, is very readily soluble in 
water, to a less extent in alcohol, and is insoluble in ether. When 
heated above its melting-point at atmospheric pressure, it loses 
water and yields various anhydrides, according to the intensity 
and duration of the heating. On stronger heating, it turns brown, 
with production of a caramel-like odour, and at a still higher tem- 
perature chars, with formation of pyroracemic acid (231) and 
pyrotartaric acid, COOH-CH(CH3)-CH2-COOH. It can be 
converted into succinic acid by the action of certain bacteria. 

In addition to the potassium hydrogen tartrate may be men- 
tioned the normal potassium salt, C4H ,OgK5, which is readily soluble 
in water, and potassium antimony tartrate, 


2/000K-CHOH - CHOH - COO (SbO)] J-H30. 


On account of its medicinal properties, the latter is known as ''tar- 
tar emetic.” It is obtained by boiling potassium hydrogen tartrate 
with antimony oxide and water, and is readily soluble in water. 
The precipitation of hydroxides from metallic salts—for exam- 
ple, copper hydroxide from copper sulphate—is prevented (157) 
by the presence of tartaric acid. The liquid obtained by dissolving 
copper sulphate, tartaric acid, and excess of potassium hydroxide 
in water is called '* FEnrING's solution." It is an important means 
of testing the reducing power of compounds, since reducing agents 
precipitate yellowish-red cuprous oxide, or its hydroxide, from the 
dark-blue solution. In this alkaline copper solution the hydroxyl- 
groups of the central C-atoms have reacted with the copper 
hydroxide, since one gramme-molecule of normal alkali tartrate can 
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dissolve one gramme-molecule of copper hydroxide. These copper 
alkali tartrates have also been obtained in a crystalline form: thus, 
the compound C,H,0,Na2,Cu +2H,0 is known, and must have the 
constitutional formula 


O-CH-COONa 


á --2H50. 

O-CH-COONa 

Experiment has proved that in aqueous solution this compound 
O-CH-COO’ » First 
о.бн.соо” > 
the reactions of the solution are no longer those of copper ions: 
although the liquid is alkaline, copper hydroxide is not precipitated. 
Second, on electrolysis the copper goes towards the anode. This has 
been studied by KüsrER by the aid of the apparatus shown in Fig. 
56. One U-tube contains copper-sulphate solution at b; the other, 


is ionized to Na’ and the complex anion Cu < 





Fic. 56.—ELÐCTROLYSIS OF AN ÅLKALINE COPPER SOLUTION. 


Fernurne’s solution at d: into both limbs of each is then carefully 
poured a solution of sodium sulphate, a and c. The common sur- 
faces of the sodium-sulphate and copper-sulphate solutions in the 
two U-tubes lie in the same horizontal plane. When an electric 
current is passed through the tubes, preferably arranged in parallel, 
and not in series, a different effect is produced on the level of the 
surfaces of the copper solutions in each tube. In the copper-sulphate 
solution a rise takes place at the cathode, since the Cu-ions are 
cations, and tend towards the cathode. The reverse effect is 
observed in the FEnLING'S solution, indicating that in it the copper 
is a constituent of the anion. The arrows in the figure show the 
d:rection in which the ions in each solution tend. 

Moreover, the colour of FeEHLINa’s solution is a much more ine 
tense blue than that of a copper-sulphate solution of equivalent 
concentration, this being evidence of the presence in FEHLING’s 
solution of a complex ion containing copper. 

FEHLING’s solution decomposes gradually, so that it is best pre- 
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pared as required. Ost has discovered a much more stable alkaline 
copper solution, applicable to the same purposes as that of FEHLING. 
It is a mixture of copper sulphate with potassium hydrogen carbon- 
ate and potassium carbonate, and contains a soluble double carbon- 
ate of copper and potassium. 


Leevo-tartaric Acid. 


Levo-tartaric acid is obtained from racemic acid. With two 
exceptions, the properties of the levo-acid and its salts are identical 
with those of the dextro-modification and its salts. First, their 
rotatory power is equal, but opposite in sign: second, the salts 
formed by the levo-acid with the optically active alkaloids differ 
in solubility from those derived from the dextro-acid (195). 


Racemic Acid. 


192. It is stated in 184 that optically active substances can be 
converted by the action of heat into optically inactive compounds; 
that is, changed into a mixture of the dextro-modification and 
l#vo-modification in equal proportions. This change is often 
facilitated by the presence of certain substances: thus, dextro- 
tartaric acid is readily converted into racemic acid by boiling with 
excess of a concentrated solution of sodium hydroxide. Meso- 
tartaric acid is simultaneously formed (193). 


The optical inactivity is occasioned by conversion of one-half of 
the dextro-acid into the lzvo-modification. If formula I. represents 
the dextro-acid, then formula II. will correspond with the levo-acid; 
and the formuls indicate that the exchange of groups, by which an 
active compound is converted into its optical isomeride (184), must 
in this instance take place at both asymmetric C-atoms, in order that 
the dextro-acid may yield its lzvo-isomeride. 


COOH COOH 
H———|—— —O0H HO—— —|—— —H 
HO———|— Нн H———|— —OH 

COOH H 


I. II. 
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Racemic acid is not so soluble in water as the two optically 
active acids, and differs in crystalline form from them: the crystals 
have the composition 2C,HgOg 4-2H;O. In many of its salts the 
amount of water of crystallization differs from that in the corre- 
sponding optically active salts. Racemic acid is proved to consist 
of two components by its synthesis from solutions of the dextro- 
acid and the levo-acid. If the solutions are concentrated, heat is 
developed on mixing, and the less soluble racemic acid crystallizes 
out. Racemic acid can also be resolved into the two optically 
active modifications (195). 

Although racemic acid in the solid state differs from both dextro- 
tartaric acid and levo-tartaric acid, yet in solution, or as ester in 
the state of vapour, it is only a mixture of them. The cryoscopic 
depression produced by it corresponds with the molecular formula 
C,HgOg; and the vapour-density of its ester with single, instead of 
with double, molecules. 

The term “ racemic ” 1з applied to substances which consist of 
isomerides of equal and opposite rotatory power in equimolecular 
proportions, and are therefore optically inactive. This phenom- 
enon was first observed by PASTEUR in his researches on racemic 


acid (195). 
Mesotartaric Acid. - 


193. Like racemic acid, mesotartaric acid is optically inactive 
but cannot be resolved into optically active components. It is 
formed when dextro-tartaric acid is boiled for several hours under 
a reflux-condenser with a large excess of sodium hydroxide (192). 


If formula I. is assigned to dextro-tartaric acid, it is evident that 
to convert it into mesotartaric acid, formula II., it is only necessary 


COOH COOH 
H—— ——|— ——O0H HO——|— —H 
HO— —|—— —H HO— —|—— —H 
COOH COOH 
I. II. 


for two groups in union with a single asymmetric C-atom to change 
places, while racemic acid can only result through exchange of the 
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groups linked to both C-atoms. This affords an explanation of the 
fact that when dextro-tartaric acid is heated with dilute hydrochloric 


H V CO-OH 
++ 20H 
CO-0 
H H 
Fic. 57.—MarLzElc Астр. 
HO ает-и COOH H х 





Но 





Fig. 58.—MesotTarTaric Acip. Fic. 59.—MEsOTARTARIC ACIp. 


acid, or boiled with dilute sodium hydroxide, mesotartaric acid is 
first formed, and racemic acid only after prolonged heating. 


Potassium hydrogen mesotartrate is readily soluble in cold water, 
differing in this respect from the corresponding salts of the other 
tartaric acids. 


194. This view of the structure of the tartaric acids is in complete 
accord with their relation to fumaric acid and maleic acid (169), which, 
on treatment with a dilute aqueous solution of potassium perman- 
ganate, yield respectively racemic acid and mesotartaric acid by addi- 
tion of two hydroxyl-groups. Addition of 20H to maleic acid may 
result from the severance of the bond 1:1’ or 2:2’ in Fig. 57, with 
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production of the configurations represented in Figs. 58 and 59. 
The projection-formule corresponding with Figs. 58 and 59 are 


H OH 
HO——|——COOH — | H— — —-000H 
an . 
HO———|— —CO00H H———|— — CO0H 
H 
I. II. 


These apparently different configurations are identical, as becomes 
evident on rearranging I. (189): 


OH 
COOH———|——H 
COOH— —|———H 

OH 


If the last projection-formula is rotated in the plane of the paper 
through 180°, it will coincide with II. A comparison of this scheme 
with that in 193 shows it to be the configuration representing meso- 
tartaric acid. It follows that addition of two hydroxyl-groups to 
maleic acid produces only mesotartaric acid. 

A different result is obtained by addition of two OH-groups to 
fumaric acid, as is indicated by Figs. 60 and 61. 


HO-0C H 
3X -I-2(0H), 
CO 
B OH 


Fia. 60.—Fomaric Act. 
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Fic. 61.—Racemic Астр. 


Severance of the bonds 1:1’ or 2:2’ by addition yields two con- 
figurations which cannot be made to coincide by rotation. This is 
made clearer by the projection-formula 


COOH COOH 
HO———]———H HO———|—— —H 
au 9 
HO———_|—_COOH H———_|__OH 
COOH 
OH COOH 
COOH— —|— —H H—— —|-——OH 


H——————COOH HO— — ———H 
OH COOH 


These projection-formule are identical with the configurations repre- 
senting dextro-tartaric and levo-tartaric acid (190). 


Racemic Substances, and their Resolution into Optically Active 
Constituents. 


I95. Optically active isomeridcs cisplay no difference in their 
physical or in their chemical properties, except the rotation of the 
plane of polarized light in opposite directions, and certain physio- 
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logical effects not yet explained. They have, therefore, the same 
solubility, boiling-point, and melting-point; their salts crystallize 
with the same number of molecules of water of crystallization; and 
so on. It follows that the resolution of an optically inactive 
substance into its optically active components cannot be effected 
by the ordinary methods, since these are based on differences in 
physical properties. 

PASTEUR has devised three methods for effecting this resolution. 
The first depends upon the fact that racemates sometimes crystal- 
lize from solution in two forms, one corresponding to the dextro- 
salt, and the other to the lgvo-salt: these can be mechanically sep- 
arated. Pasteur effected this for sodium ammonium racemate, 
CgHgO,2Nae(NH,4)2,2H20. Crystals of the dextro-tartrate and 
levo-tartrate are only obtained from this solution at temperatures 
below 28°, the transition-point for these salts (‘‘ Inorganic 
Chemistry,” 70): 


2Na(NH,)C4H,0,:4H20 2 СзНзО, 2Nay (ҮН): 2H30 --6H50. 


Fig. 62 represents the crystal-forms of the two tartrates, the 
difference between them being due to the positions of the planes 
a and b. The crystal-forms are mirror-images, and cannot be 
made to coincide. 


Sometimes separation can be effected by inoculating a super- 
saturated solution of the racemic compound with a crystal of another 
substance isomorphous with only one of the components. By thus 
inoculating a supersaturated solution of sodium ammonium racemate 
with l-asparagine (243), VON OSTROMISSLENSKY isolated sodium 
ammonium dextro-tartrate in crystalline form. 


PaAsTEUR's second method of resolution depends upon a differ- 
ence in solubility of the salts formed by the union of optically active 
acids with optically active bases. When a dextro-acid or a levo- 
acid is united with an optically inactive base, as in the metallic 
salts, the internal structure of the molecule remains unchanged: 
the constitution of the salt-molecules, like that of the free acids, can 
be represented by configurations which are mirror-images. But it 
is otherwise when the dextro-acid and the levo-acid are united 
with an optically active (for example, a dextro-rotatory) base: the 
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configurations of the salt-molecules are then no longer mirror- 
images, and identity of physical properties must of necessity cease. 

Racemic acid can be thus resolved by means of its cinchonine 
salt, since cinchonine lzvo-tartrate is less soluble than the dextro- 
tartrate, and crystallizes out from solution first. Strychnine can 
be advantageously employed in the resolution of lactic acid, and 
other similar examples might be cited. 





E— m 
Fic. 62.— CRYsTAL-FORMS OF THE SODIUM AMMONIUM TARTRATES. 


The conversion of enantiomorphic isomerides into derivatives 
with configurations which are no longer mirror-images of one an- 
other can be otherwise effected: thus, for acids, by the formation 
of an ester with an optically active alcohol. The velocity of ester- 
formation with an optically inactive alcohol must be the same for 
both isomerides, on account of the perfectly symmetrical structure 
of the esters formed; but with an optically active alcohol the two 
isomerides are not esterified at the same rate, since the compounds 
formed are no longer mirror-images of one another. MARCKWALD 
found that when racemic mandelic acid (324), is heated for one 
hour at 155° with menthol (365), an active alcohol, the non- 
esterified acid is levo-rotatory. 

The third method of fission devised by Pasteur depends on 
the action of mould-fungi (Penicillium glaucum), or of bacteria. 
Thus, when racemic lactic acid in very dilute solution is treated 
with the Bacillus acidi levolactici, after addition of the necessary 
nutriment for the bacteria, the optically inactive solution becomes 
levo-rotatory, since only the dextro-rotatory acid is converted by 
the bacilli into other substances. A dilute solution of racemic acid, 
into which traces of the mould-fungus Penicillium glaucum have 
been introduced, becomes levo-rotatory, the fungus propagating 
itself with decomposition of the dextro-rotatory acid. 





$ 195] RESOLUTION OF RACEMIC SUBSTANCES. 249 


The second and third methods of resolution are alike in prin- 
ciple. During their growth the bacteria and fungi develop sub- 
stances called enzymes (222), which decompose compounds by 
means hitherto unexplained. These enzymes are optically active; 
hence, a difference in their action on the optical isomerides, analo- 
gous to that described in the previous paragraph, is to be expected. 

When a racemic substance is liquid or gaseous, it consists 
only of a mixture of the two enantiomorphic isomerides: an ex- 
ample of this is afforded by racemic acid in solution and in the 
form of esters (192). If the substance is crystalline, there are three 
possibilities. 

First, the individual crystals may be dextro-rotatory or levo- 
rotatory, so that the two modifications can be mechanically 
separated. This is expressed by the statement that the racemic 
substance is a conglomerate of the isomerides. 

Second, it may be a true compound of the dextro-modification 
and lzvo-modification, a racemic compound or racemoid, its forma- 
tion being comparable to that of a double salt, when a solution 
containing two salts is allowed to crystallize under certain conditions. 

The third possibility is also analogous to the crystallization of 
salt-solutions, whereby crystals are sometimes obtained containing 
both salts, but in proportions varying in different crystals. It 
sometimes happens that the salts crystallize together in all propor- 
tions, but usually these can vary only between certain limits. This 
simultaneous crystallization of salts yields the so-called mized crys- 
tals; and optical isomerides produce pseudoracemic mixed crystals. 

The variety of crystals obtained from a given solution or fused 
mass of a racemic substance—a conglomerate, a racemic compound, 
or pseudoracemic mixed crystals—depends upon the temperature 
of crystallization, and upon other conditions. An example of this 
is afforded by sodium ammonium racemate. When concen- 
trated above 28° the racemate crystallizes from the solution of this 
salt; below this temperature a mixture of the individual tartrates 
—the conglomerate - is obtained. 

BaxHvuis RoozxkBooM has indicated à method of distinguishing 
between these three classes of compounds. For a conglomerate, 
this is simple. A saturated solution is made: it must be optically 
inactive, and saturated alike for the dextro-rotatory and for the 
levo-rotatory body. If now the solid dextro-compound or levo- 
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compound is added, and the mixture agitated, nothing more will 
dissolve, the liquid being already saturated with respect to the two 
isomerides: the amount of dissolved substance is still the same, 
and the solution remains optically inactive. On the other hand, 
if a racemic compound was present, although the solution was 
saturated in the first instance with regard to this, it is unsaturated 
with respect to the two optically active modifications: addition 
of the solid dextro-rotatory or levo-rotatory substance will cause 
a change in the total quantity of solid dissolved, and the liquid 
will become optically active. Less simple methods are sometimes 
necessary to detect pseudoracemic mixed crystals. 


Optically Active Compounds with Asymmetric Atoms Other 
Than Carbon. 

196. The methods of separation outlined in 195 have also 
made possible the resolution into optical isomerides of other 
compounds of asymmetric structure, a result in accord with 
Pasteur's principle of the ''Dissymmétrie moléculaire " (47). 
The presence of an n-valent atom of any kind in union with n 
dissimilar substituents always necessitates a structure capable of 
existence in two configurations, which are mirror-images of each 
other, but cannot be superimposed. 

By employing the highly rotatory d-bromocamphorsulphonic 
acid and its levo-isomeride it is possible to resolve into their optical 
components basic substances of the types indicated. Substitution 
of acetone or some other solvent for water in the fractional crystal- 
lization of the salts prevents hydrolytic dissociation. Optically 
active compounds with asymmetric nitrogen, sulphur, sclenium, 
tin, phosphorus, and silicon atoms are known, examples being 

SCAN xd C E Js 


CH, | Sons’ аң COOH’ 
S o ‚сын e a гаа 
\co-CeHs CsH 
CoH; СЫН» 


НОз8 .СвН, «СН -Si—O—Si-CH2-CgH,4-SO3H. 
3H; C3H7 
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Although the tetrahedron-grouping is assigned to compounds 
with a quadrivalent, asymmetric atom such as carbon, there 
is no general agreement as to the position and the direction 
of the linkings of the quinquivalent, asymmetric nitrogen atom. 

As a general rule, an asymmetric molecular structure induces 
optical activity, and the fine researches of WERNER on asymmetric 
metallic atoms have furnished fresh evidence in support of this 
statement. In the complex derivatives of cobalt, chromium, 
iron, and other metals, WERNER assumes (“Inorganic Chemistry,” 
318) the presence of six Fro. 63 Fra. 65 
atoms or groups in direct mE Sp 
union with the metallic 
atom, these groups being 
supposed to be situated 
at the angles of a regular 
octahedron with the me- 
tallic atom at its centre. 
Two proupings are pos- 
sible for compounds of 


the type Ме*2, авіпаі- 


cated in Figs. 63 and 64, 
resulting either from 
“Axial-substitution ” 
(Fig. 63), or from ‘“‘Edge- 
substitution " (Fig. 64). 
The possibility of the 
existence of two stereo- 





isomerides is made evi- Fia. 64. Fia. 66. 
dent, and many examples yas, 63, 64, 65, and 66.—WERNER’s THEORY 
of this type of isomerism OF STEREOISOMERISM. 


are known. The possi- | 
bility of the existence in two stereoisomeric forms of compounds 


As: 
Мев, is also clear. 
As a basis for determining wh- ‘her a compound MeA;B, has the 


configuration represented in Fig. 63 or that in Fig. 64, WERNER has 
made the very plausible assumption that the union of a bivalent 





* Me represents a metallic atom. 
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group, such as ethylenediamine, carbon dioxide, or oxalic acid, is 
only possible through edge-substitution. In accordance with this 
view, exchange of the carbon dioxide or other bivalent group for two 
univalent groups must produce compounds also with the configura- 
tion of Fig. 64. 

Since both stereoisomerides have a plane of symmetry, optical 
activity is impossible for compounds MeA;B, with univalent groups 
A and B. An octahedral arrangement of a bivalent group and 
two univalent groups, or three bivalent groups, around the metallic 
atom makes possible the existence of two non-superimposable forms 
without a plane of symmetry (Figs. 65 and 66), and some com- 
pounds of this type have been resolved into their optical antipodes. 
They are often characterized by a very high specific rotatory power, 
that of a complex iron derivative of the tri-a-di-pyridyl-ferrous series 

' being about 500°. 


IV. POLYBASIC HYDROXY-ACIDS. 


197. Of these acids it will be sufficient to describe the tribasic 
citric acid, CgsHsO7, which is widely distributed in the vegetable 
kingdom, and is also found in cows’ milk. It is prepared from the 
juice of unripe lemons, which contains 6-7 per cent. Tricalcium 
citrate dissolves readily in cold water, but very slightly in boiling 
water: this property is employed in the separation of the acid from 
lemon-juice, it being obtained in the free state by addition of sul- 
phuric acid to the citrate. Another technical method for its prepa- 
ration depends upon the fact that certain mould-fungi (Citromyces 
pfefferianus and C. glaber) produce considerable quantities of citric 
acid from dextrose or sucrose. 

Citric acid can be obtained synthetically by a method prov- 
ing its constitution. On oxidation, symmetrical dichlorohydrin, 
CH.Cl.CHOH-CH.Cl (158), is transformed into symmetrical di- 
chloroacetone, CH2CI-CO-CH,Cl. The cyanohydrin-synthesis con- 


H 
verts this into CH.CI-C CHO, and hydrolysis yields the hydroxy- 
CN 


OH | 
acid, CH;CI- CZ CH;Cl. On treatment of this compound with 
“соон 


potassium cyanide, a dicyanide is formed, which can be hydro- 
lyzed to citric acid: 
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aes Ен 
С<соон ^? C <COOH * 
CH2-CN CH,-COOH 
The alcoholic character of citric acid is indicated by the forma- 
tion of an acetyl-compound from triethyl! citrate and acetyl! chloride. 
Citric acid forms well-defined crystals containing one molecule 
of water of crystallization, and is readily soluble in water and alco- 
hol. It loses its water of crystallization at 130°, and melts at 153°. 
It is employed in the manufacture of lemonade, and in calico- 
printing. 


DIALDEHYDES AND DIKETONES: HALOGEN-SUBSTITUTED 
ALDEHYDES AND KETONES. 


Dialdehydes. 
198. The simplest member of the series of dialdehydes, glyozal, 
is a combination of two aldehydo-groups, ayoo} . Itis best 


prepared by carefully floating a layer of water on the surface of 
strong nitric acid contained in a tall glass cylinder, and pouring 
ethyl alcohol on the surface of the water, care being taken that 
the layers do not mix. The nitric acid and alcohol diffuse into 
the water; and the alcohol is slowly oxidized to glyoxal, glycollic 
acid, oxalic acid, and other substances. 

Thus prepared, glyoxal is a colourless, amorphous substance: 
when moist, it dissolves readily in water, but very slowly after 
complete drying in vacuo at 110°-120°. It is a polymeride of un- 
known molecular weight, although its aqueous solution reacts as 
though it contained only simple molecules. Distillation of this 
polymeride with phosphoric anhydride evolves an emerald-coloured 
gas, condensable by cooling to beautiful yellow crystals, which at 
a lower temperature become colourless. They melt at 15°, and 
the yellow liquid thus obtained boils at 51°. І is unimolecular 
g:yoxal, and can only exist as such fora short time: traces of water 
readily polymerize it. The unimolecular form is the simplest type 
of coloured compound, containing only carbon, hydrogen, and 
oxygen. 

The combination of glyoxal with two molecules of sodium 
hydrogen sulphite, and the formation of a dioxime, prove 
it to be a double aldehyde. It also has the other properties pecul- 
iar to aldehydes, such as the reduction of an ammoniacal silver 
solution with formation of a mirror. On oxidation, it takes up 
two atoms of oxygen, yielding oxalic acid, of which it is the dial- 

"EE 254 
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dehyde. Treatment with caustic potash converts glyoxal into 
glycollic acid, one aldehydo-group being reduced and the other 
oxidized. This reaction may be explained by the assumption 
that an addition-product with water is formed, in accordance with 
the scheme 


cH CE a НгО = CH,OH.COOH. 
Glycollic acid 


Succindialdehyde, BC-CHa-CHa-CH, has been prepared by 


HARRIES by the action of ozone upon a chloroform solution of 
dially, СН,:СН:СНз—СН›.СН:СН.. An addition-product—a 
diozonide—is formed, 


CH3;: CH-CH5—CH;-CH - CH5, 
xX 


each double linking uniting with one molecule of ozene. This 
diozonide is & syrup-like, explosive liquid. When heated slowly 
with water, it decomposes, forming succindialdehyde. 

Harries has prepared several analogous ozonides, each double 
linking always taking up O3. Water decomposes these ozonides in 
accordance with the scheme 


>C—C< + H20 = >CO0+0C< +H20z. 
NA 


The formation cf these ozonides and their decomposition by 
water afford an excellent method for determining the position in 
the molecule of double linkings. Its application to the case of 
oleic acid has confirmed the formula indicated in 137. 


Diketones. 


199. The diketones contain two carbonyl-groups: their proper- 
ties and the methods employed in their preparation depend upon 
the relative position of these groups. 1:2-Diketones with the 

1 2 1 2 3 
group —CO-CO— are known: 1:3-diketones with —CO-CH2-CO—: 


1 2 3 4 
1:4-diketones with —CO-CH2-CH»2-CO—: and so on. 
1:2-Diketones cannot be obtained by the elimination of chlorine 
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from the acid chlorides by the action of a metal, in accordance with 


the scheme 
R-CO|CI -Nas Cl OC-R. 


Their preparation is effected by the action of amy] nitrite and a 
small proportion of hydrochloric acid on a ketone, one of the CH; 
groups being converted into C—NOH: 


Mad: o n R-CO-C-R’ 
= | 


NOH 


These compounds are called isonitrosoketones. When boiled with 
dilute sulphuric acid, the oxime-group is eliminated as hydroxyl 
amine, with formation of the diketone. The ketoaldehydes are both 


H 
ketones and aldehydes, and contain the group 00.0 0: еу, 


too, can be obtained by this method. 

Diacetyl, CH3-CO-CO-CHs3, can be prepared from methylethyl. 
ketone in the manner indicated. It is a yellow liquid of pungent, 
sweetish odour, and is soluble in water: its vapour has the same 
colour as chlorine. Diacetyl boils at 88°, and has a specific gravity 
of 0-973 at 20°. Its behaviour points to the presence of two car- 
bonyl-groups in the molecule: thus, it adds on 2HCN, yields & 
mono-oxime and a dioxime, and so on. "The adjacency of the 
two carbon yl-groups in diacetyl is proved by its quantitative con- 
version into acetic acid under the influence of hydrogen peroxide: 

CH3-CO—|CO-CHg 
+ OH|OH 

200. 1:3-Diketones can be prepared by a condensation-method 
of general application discovered by CLAIsEN and WISLICENUS. 
Sodium ethoxide is the condensing agent. An addition-product 
is formed by the interaction of this substance а an ester: 


R- =R- AoC. H 
Kom e OC2H, NOCH, 
The addition-product is then brought into contact with a ketone 


R’-CO-CHs3, two molecules of alcohol being eliminated with forma- 
tion of a condensation-product: 


— 2CH3-CO-OH. 
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ONa 
R-C—0C2Hs , Hic.co.R’=R-X 2С.Н;О 
OC,H, Н \cH.co.R? +2008: 


On treatment of this compound with a dilute acid, the sodium 

atom is replaced by hydrogen. This might produce a compound 

with a hydroxyl-group attached to a doubly-linked carbon atom; 

but usually compounds of this type are unstable, the group 
OH 

—C—CH— changing to —CO—CHz;—. The principle applies in 


| ОН кү ; 
{Һе ргевеп{ 1пв{апсе, R-G=CH-CO-R’ yielding a 1:3-diketone, 
R-CO—CH,—CO-R’. 


CLAISEN has found that sodamide, Na- NH;, can be substituted 
advantageously for sodium ethoxide in the condensation of ketones 
with esters. Frequently, it not only facilitates the reaction, but 
increases the yield. 

Another method for the preparation of 1:3-diketones is the action 
of acid chlorides on the sodium compounds of acetylene homologues: 
CH,- (CH,),-C=C[Na + Ci]OC-CH, — CH,- (CH,),-C=C-CO-CH,. 

Sodio-n-amylacetylene Acetyl chloride 


By treating this ketone with concentrated sulphuric acid, water is 
added, and the desired diketone obtained: 


CH, (CH), C=C -CO -CH, = CH, (CH,),-CO-CH,-CO-CH,. 
+ OH, 

These diketones have a weak acidic character, their dissocia- 
tion-constants being very small. Among others, that of acetyl- 
acetone, СНз,СО.СН».СО.СНз, һаз been determined. They 
contain two H-atoms replaceable by metals. These atoms must 
helong to the methylene-group between two negative carbonyl- 
groups, since diketones of the formula R-CO-(Alk.*)2-CO-R can- 
not yield metallic derivatives. 


Acetylacetone is obtained by the condensation of ethyl acetate and 
acetone. It is a colourless liquid of agreeable odour, boils at 137°, 
' and has a specific gravity of 0°979 at 15°. When boiled with water, 


* Alk. =methy] or its homologues. 
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it decomposes into acetone and acetic acid, a reaction affording 
another example of the instability of compounds containing a car- 
bon atom loaded with negative groups. 

Among the salts of acetylacetone is the copper salt, (C,H,O,),Cu, 
which is sparingly soluble in water; and the volatile aluminium salt, 
(C,H,O,),Al. By a determination of the vapour-density of this 
compound, CoMBzs has shown that the aluminium atom is tervalent. 

These metallic compounds have properties differing from those 
of ordinary salts. Unlike true salts, they are soluble in benzene, 
chloroform, and other organic solvents. Their aqueous solutions are 
almost non-conductors of electricity. They either do not answer to 
the ordinary tests for the metals, or else react very slowly. The 
ferric and aluminium salts, in which both base and acid are very 
weak, do not undergo hydrolytic dissociation, but diffuse unchanged 
through parchment-paper. In these respects they resemble mercuric 
cyanide (“Inorganic Chemistry,” 274), which is practically not 
ionized in aqueous solution, and therefore lacks all the properties 
characteristic of ordinary salts. 


A type of the 1:4-diketones is acetonylacetone, 
CH3-CO-CH3-CH2-CO-CHsg, 


the preparation of which is described in 233, 4. It is a colgur- 
less liquid of agrecable odour: it boils at 193°, and has a specific 
gravity of 0-970 at 21°. Acetonylacetone and other 1:4-dike- 
tones yield cyclic compounds, which are dealt with in 392-396. 


Halogen-substituted Aldehydes. 


H 
201. Chloral or trichloroacetaldehyde, CCls-CK , is of great 


therapeutic importance, since with one molecule of water it forms 
a crystalline compound known as chloral hydrate, and employed as a 
soporific. Chloral is technically prepared by saturating ethyl alcohol 
with chlorine. The alcohol must be as free from water as possible, 
and the chlorine carefully dried. At first the reaction-mixture is 
artificially cooled, but after a few days the process becomes less 
energetic, and the temperature is slowly raised to 60°, and finally 
to 100°. 

The reaction may be explained by assuming that the alcohol 
is first converted into aldehyde, which is then transformed into 
acetal, dichloroacetal, and trichloroacetal: the last compound is 
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converted, by the hydrochloric acid produced, into chloral alcohol - 


ate, CCl-CH« QE2H5, Dichloroacetal and other intermediate 


products of this reaction have been isolated: 


CH3-CH20OH+Cl, = СН. cH<! К + НО “= сн,.СВ +2HCl; 


O| 
Alcohol Aldehyde 
. Н ОСН, ОСН, : 
CHs-0 5 loca wee CE SOC, e 
ОСН, OC;H; 
CH3-CH < OC.H, ~ CHCl,-CH< OC;Hs * 
Acetal Dichloroacetal 

ОСН, e OC;Hs 
— CCls- NC H; FCH CCl3. CH « он · 

Trichloroace Chloral alooholate 


The final product of chlorination is a crystalline mixture of chloral 
sleoholate, chloral hydrate, and trichloroacetal, from which chloral 
is obtained by treatment with concentrated sulphuric acid. It is 
an oily liquid of penetrating odour, boiling at 97°, and having a 
specific gravity of 1-512 at 20°. When treated with water, it is 
converted with evolution of heat into the well-crystallized chloral 
hydrate, m. p. 57°. To this compound is assigned the formula 


COl-CH «OH, as it does not show all the aldehyde-reactions. 


For example, it does not restore the red tint of & solution of 
magenta (374) which has been decolorized with sulphurous acid 
(107, 3). Chloral hydrate is, therefore, one of the few compounds 
containing two OH-groups in union with & single C-atom (127, 
149, 230, 234). 

Otherwise, chloral behaves as an aldehyde: for instance, it 
reduces an ammoniacal silver solution with formation of a mirror, 
combines with sodium hydrogen sulphite, and is oxidized by nitric 
acid to trichloroacetic acid. Solutions of the alkalis decompose 
it at ordinary temperatures with formation of chloroform and 
formic acid: 


H 
00. Со 2 OCH + HCS? . 
+ H|HO OH 
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On account of its purity, chloroform prepared in this manner is 
preferred for anssthetization. - 


In dilute solutions of about centinormal strength, and at low 
temperature, this reaction has a measurable velocity. Experiment 
has proved it to be unimolecular, and not bimolecular as indicated 
by the equation. This phenomenon is explicable by assuming 
preliminary combination of the base and chloral hydrate to form a 


salt of the type CCh* CH SOR subsequently decomposed into 


chloroform and formate. The electric conductivity of a mixture of 
solutions of chloral hydrate and a base also indicates a union of the 
molecules. 


The formation of chloroform from chloral by the action of 
alkaline liquids originally suggested the use of chloral as a soporific: 
it was expected that the alkaline constituents of the blood would 
decompose it with the formation of chloroform in the body itself. 
LieBREICH showed that chloral has in fact a soporific action, but 
more recent investigation has proved this to be independent of the 
formation of chloroform, since the chloral is eliminated from the 
system as a complicated derivative, urochloralic acid. 








ALDEHYDO-ALCOHOLS AND KETO-ALCOHOLS OR 
CARBOHYDRATES. 


202. Aldehydo-alcohols and keto-alcohols are natural products, 
and are very widely distributed. They are called carbohydrates, 
sugars, or saccharides. They contain one carbonyl-zroup and 
several hydroxyl-groups. One of the hydroxyl-groups must be linked 
directly to a carbon atom in union with the carbonyl-group, so that the 
characteristic group of these compounds is —CHOH—COQ—. 

The sugars are classified as polyoses and monoses. On hydrolysis, 
the polyoses yield monoses, which have lower molecular weights 
than their parent substances, but possess all the properties charac- 
teristic of the sugars. The monoses do not admit of further 
hydrolysis to simpler sugars. They will be considered first. 


Nomenclature and General Properties of the Monoses and their 
Derivatives. 


When the monoses are aldehydes they are called aldoses, 
and when ketones, ketoses. The number of carbon atoms in the 
molecule is indicated by their names: thus, pentose, hexose, heptose, 
etc. To distinguish between aldoses and ketoses the prefixes 
‘“‘aldo-” and ''keto-" respectively are used; as aldohexose, keto- 
hexose, and so on. 

When the polyoses may be regarded as derived from two monose 
molecules by the elimination of one molecule of water, they are 
called dioses; thus, hexodioses. when they are formed from two 
molecules of hexose. The polyoses derived from three monose 
molecules by the elimination of two molecules of water are called 
trioses; as hexotriose, etc. xi 
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Like other aldehydes, the aldoses are converted by oxidation 
into monobasic acids containing the same number of carbon atoms, 
‘the pentoses yielding the monobasic pentonic acids, the hexoses the 
hexonic acids, etc. The oxidation can be carried further; for the 


H 
general formula of an aldose is CH,OH- (снон),.С« о (804), 


апа the group —CH30H can be oxidized to carboxyl, yielding а 
dibasic acid containing the same number of carbon atoms as the 
aldose from which it is derived. On oxidation, the ketoses yield 
acids containing a smaller number of carbon atoms. 

On reduction, the aldoses and ketoses take up two hydrogen 
atoms, with formation of the corresponding alcohols: thus, hexose 
yields & herahydric alcohol, and pentose a pentahydric alcohol 
(204 and 207). 

203. Four reactions are known which are characteristic of all 
monoses: two of these they possess in common with the aldehydes 
(107). 

1. They reduce an ammoniacal silver solution on warming, 
forming a metallic mirror. 

2. When warmcd with alkalis, they give a yellow, and then a 
brown, coloration, and ultimately resinify. 

3. When an alkaline copper solution (FEHLING or Ost, 191) 
is heated with a solution of a monose, reduction takes place, with 
formation of yellow-red suboxide of copper. 

4. When a monose is heated with excess of phenylhydrazine, 
CeHs» NH-NHog, in dilute sulphurous-acid solution, a yellow com- 
pound, crystallizing in fine needles, is formed: substances of this 
type are insoluble in water, and are called osazones. Their for- 
mation may be explained as follows. 

It is mentioned in 202 that the sugars are characterized by 
containing the group —CHOH—CO—. The action of phenyl- 
hydrazine on & carbonyl-group has already been explained (103); 
water is eliminated, and a hydrazone formed: 


| POTEN- NECH = GN NEG +10, 


A second molecule of phenylhydrazine then reacts with the group 
—CHOH—,, from which two hydrogen atoms are eliminated, the 
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molecule of phenylhydrazine being decomposed into ammonia and 
aniline: 


H NH: NH s ө 
Teea АНН 

+ HH 
The elimination of two hydrogen atoms from the group —CHOH— 
converts it into a carbonyl-zroup, —CO—, with which a third 
molecule of phenylhydrazine reacts, forming a hydrazone, so that 


| 
СНОН —=N-NHC.H; 
the group ‚5 is converted into | NUN . This group 
| 


is characteristic of the osazones. 

The osazones dissolve in water with difficulty. This property 
makes them of service in the separation of the monoses, which are 
very soluble in water, and crystallize with great difficulty, especially 
in presence of salts, and hence often cannot be purified by crystal- 
lization. By means of the sparingly soluble osazones, however, they 
can be separated: the osazones are readily obtained in the pure 
state by crystallization from & dilute solution of pyridine (387). 
Moreover, the identity of the monose can be established by a deter- 
mination of the melting-point of the osazone obtained from it. 


Constitution of the Monoses. 


204. It is shown later that the constitution of all the monoses 
follows from that of the aldohexoses, the structure of which can be 
arrived at as follows: 

1. The aldohexoses have the molecular formula CgH; 20g. 

2. The aldohexoses are aldehydes, and, therefore, contain a 
carbonyl-group in the molecule. This follows from the facts that 
they show the reactions characteristic of aldehydes; that they are 
converted by oxidation into acids containing the same number of 
C-atoms, and by reduction into an alcohol; and that they form 
addition-products with hydrocyanic acid. 

3. All known hexoses contain a normal chain of six carbon 
atoms, since they can be reduced to a hexahydric alcohol, which, 
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on further reduction at a high temperature with hydriodic acid, 
yields n-secondary hexyl iodide, CH3-CH,-CHI-CH2-CHg-CHs3. 


The constitution of this iodide is inferred from the fact that it can 
` be converted into an alcohol, which on oxidation yields 


CH,-CH,:CO-CH,°-CH,-CH;; 


for on further oxidation this is converted into n-butyric acid and 
acetic acid. 


4. The hexoses have five hydroxyl-groups, since, when heated 
with acetic anhydride and a small quantity of sodium acetate or 
zine chloride, they yield penta-acetyl-derivatives. 

These facts indicate the existence in an aldohexose of 


a normal carbon chain, C—C—C—C—C—C; 
H 
yr. 
an aldehydo-group, CCC o! and 
H 


. €—0—0—0—c—«. 
five hydroxyl-groups, Ud bu ius la No 


There are six other hydrogen atoms in the formula CsHı206, and 
these will fit in with the last scheme, if the C-atoms of the chain 
are singly linked to each other: the formula of an aldohexose will 
then be 


CH,—CH—CH—CH—CH-¢" 
бн Ou On On On 
205. In these formule a somewhat arbitrary assumption has 
been made as to the distribution of the hydroxyl-groups and hydro- 
gen atoms relative to the carbon atoms; it is, however, in accord- 
ance with the principle (149) that a carbon atom cannot usually 
have linked to it more than one hydroxyl-group. A more con- 
vincing proof of the fact that the monoses do not contain two 
hydroxyl-groups attached to the same carbon atom, is afforded 
by the following considerations. 
When a hexose, CgH20g, is reduced to a hexahydric alcohol, 
CsH,406, only two hydrogen atoms are added, and this addition 
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must take place at the doubly-linked oxygen atom, since the carbon 
chain remains unbroken. If the hexose contains two hydroxyl- 
groups attached to one carbon atom, so must also the hexahydric 
alcohol derived from it. Compounds containing a C-atom linked 
to two OH-zroups readily lose water, with formation of aldehydes 
or ketones: they also possess most of the properties characteristic 
of these substances (201). The hexahydric alcohols, however, 
have an exclusively alcoholic character, and do not exhibit any 
of the reactions of aldehydes and ketones. It follows that the 
hexahydric alcohols, and hence the hexoses, cannot contain two 
hydroxyl-zroups linked to a single carbon atom. 

The possibility of the attachment of three hydroxyl-groups to 
one carbon atom is also excluded, since, when the production of 
a compound with such a grouping might be expected, water is 
always eliminated, with formation of an acid (79): 


О 
—COIH. 
OH 


The monoses have none of the properties which distinguish acids: 
their aqueous solutions do not conduct the electric current; whereas 
the dissociation-constant for an acid containing so many OH- ` 
groups should be considerably higher than for a saturated fatty 
acid, such as acetic acid (180). 


With calcium and strontium hydroxides, and other bases, the 
carbohydrates form compounds called saccharates, which are, there- 
fore, to be looked upon as alkoxides (50). 


It follows from these considerations that the constitution of the 
aldohexoses cannot be other than that given above, and, since the 
same method of proof is applicable to each member, they must all 
have the same constitutional formula, and are therefore stereoiso- 
pne;jdes. This is due to the presence in the molecule of asymmetric 
carbon atoms: an aldohexose has four such atoms, indicated by 
asterisks in the formula 


сн;он.бнон.бнон.бнон.бнон.сНн. 
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Methods of Formation of the Monoses. 


206. 1. The monoses are produced from the polyoses by 
hydrolysis, the transformation being attended by the taking up 
of the elements of water. They are also formed by the hydrolysis 
of glucosides. "These substances are natural products, decomposed 
by enzymes or by dilute acids into & carbohydrate, and one or 
more other compounds often of very divergent character. An 
example is amygdalin (256). 

2. The monoses are also derived from the corresponding 
alcohols by the action of oxidizing agents, such as nitric acid. 
Arabitol, CsH120s, yields arabinose, CsH1005; xylitol yields 
xylose; mannitol yields mannose; etc. 


When glycerol is carefully oxidized with hydrogen peroxide in 
presence of ferrous salts, or with bromine and sodium carbonate, 
a syrup-like liquid called glycerose is obtained, with the four reac- 
tions typical of monoses (203). Prepared by the first method, it is 
essentially glyceraldehyde (I.); by the second method, only di- 
hydroxyacetone (II.) is produced. Both compounds yield the same 
osazone, glycerosazone (III.), a substance crystallizing in yellow 
leaflets, melting at 131°: 





CH,OH CH,OH CH,OH 
CHOH CO C=N-NH-C.Hs 
cH CH,OH C=N-NH-C.Hs 
О H 
I. Il. III. 
In accordance with the nomenclature already indicated, glycerose 
is a ériose. 


When sorbose-bacteria are cultivated in a solution of glycerol, 
the final product obtained by the action of the atmospheric oxygen 
is dihydroxyacetone. These bacteria can also oxidize other poly- 
hydric alcohols to ketoses. 


3. Another method of formation depends on replacement by 
hydroxyl of the bromine in bromo-derivatives of aldehydes, 
effected by the action of cold baryta-water. 


In this manner the simplest member of the sugars, glycollose or 


glycollaldehyde, CH;OH с is obtained from monobromoaldehyde, 
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CH;Br сө: it shows all the reactions of the monoses. Glycollose 


crystallizes well, and melts with decomposition at about 97°. It 
polymerizes readily, and is volatile with steam. 
The addition of bromine to acraldehyde (141) yields 


CH.Br.CHBr-C 7, which is converted by the action of baryta- 
water into glyceraldehyde. 


4. Monoses are also derived from formaldehyde by the action 
of lime-water (aldol-condensation). The crude condensation- 
product, called formose, is a sweet, syrup-like substance: it 
consists of a mixture of compounds of the formula CeH)20z. 
In this reaction, six molecules of formaldehyde undergo the aldol- 


condensation (106): 


| 
A Kus. HOO + oa cd 
H ӨН Н ҮН „(Н 
=Н.СОН-СоңСон”Сон`Сон”°Оо: 


A hexose can also be obtained from glyceraldehyde, two 
molecules of which yield, by the aldol-condensation, one molecule 
of the hexose. This hexose is called acrose, on account of its 
relation to acraldehyde, from which glyceraldehyde can be 
obtained by method 3. Acrose is a constituent of formose, and, 
like all compounds prepared by purely chemical synthesis, is 
optically inactive. 

5. Monoses can also be transformed into other monoses with 
one carbon atom more or less in the molecule by the aid of step- 
by-step methods of building up or breaking down, as indicated 
in the subjoined examples. Monoses can form an addition- 
product with hydrocyanic acid. An aldohexose yields a cyano- 
hydrin which is converted on hydrolysis into a monobasic acid 
containing seven C-atoms, 


ү В а 
СНОН: СНОН: СНОН: СНОН:СНОН:СНОН:· СООН. 
1 2 8 4 5 6 7 
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The y-hydroxyl-group reacts easily with the carboxyl- group, 
forming a lactone, 


CH;0H: CHOH:CHOH:-: CH: CHOH: CHOH-CO. 
у 
In aqueous solution, these lactones can be reduced by sodium- 
amalgam to the corresponding aldehydes, the aldoses. 

By repeated application of the cyanohydrin-synthesis, . and 
reduction of the lactone thus obtained, it has thus been possible to 
prepare nonoses, with nine C-atoms, by conversion of an aldohexose 
into a heptonie acid, the lactone of which can then be reduced 
to a heptose. This compound can be converted into an octose, and 
the latter into a nonose, by the same process. 

The step-by-step breaking down of monoses can be effected by 
other agencies, an example being the conversion of pentoses into 
tetroses. The calcium salts of the pentonic acids, obtained from 
these pentoses by oxidation, can be further oxidized by hydrogen 
peroxide in presence of ferric acetate: 


CH.OH-(CHOH)3-COOH +0 = снгон.(снон),.СЯ 
Pentonic acid Tetrose 


-++ CO2 + H20. 


Another process consists in the application of HooaEWERFF and 
vAN Dorp’s method (259) with sodium hypochlorite to the amides 
formed from monobasic acids, such as gluconic acid: 


NaClO 
СН,ОН · (СНОН), .СОМН, ————э СН,ОН • (СНОН), МСО 


Gluconamide 
NaOH H 
—— CH,OH (CHOH): -Co + NaNCO. 


Arabinose 


I. MONOSES. 
Pentoses. 

207. A number of different pentoses have been identified, 
among them arabinose and xylose, both of which are present in 
many plants as polyoses, called pentosans. 

Arabinose can be prepared by boiling gum-arabic or cherry-gum 
with dilute acids, but the best method is to hydrolyze sliced sugar- 
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beet after extraction of the sugar, the resulting mixture of galac- 
tose and arabinose being freed from galactose by fermentation. 
A yield of 8 to 12 per cent. can be produced from the husks of 
cotton-seed. К 

Xylose, or wood-sugar, can be obtained similarly from bran, 
wood, straw, and other substances, especially the shells of apricot- 
stones. Arabinose aid xylose can be prepared from any plant- 
cells which have been converted into wood, and which show 
the reaction of lignin (228). The racemic modification of arabin- 
ose is present in the urine of patients suffering from the disease 
known as pentosuria. 

Arabinose forms well-defined crystals, melts at 160°, and has 
a sweet taste. Its osazone melts at 157°. Xylose also crystallizes 
well, and yields an osazone which melts at 160°. 

Arabinose and xylose are aldoses, and have the same formula, 


CH,OH-CHOH-CHOH-CHOH-CB. 
This constitution is proved by their conversion, on gentle oxidation 
with bromine-water, into arabonic acid and zylonic acid respectively, 
both of which have the formula CH;OH- (CHOH)3- COOH, and are 
therefore stereoisomeric. On stronger oxidation, both arabinose 
and xylose yield trihydroryglutaric acid, COOH- (CHOH)3-COOH, 
the constitution of which follows from its reduction to glutaric 
acid. The acid obtained from arabinose is optically active, and 
that from xylose is inactive, so that they, too, are stereoisomerides. 
On reduction, these two pentoses yield respectively arabitol and 
xylitol, which are stereoisomeric pentahydric alcohols. Arabinose 
and xylose can be converted into hexoses by the cyanohydrin- 
synthesis, a proof that neither contains a C-atom in union with more 
than one OH-group (205), and that each has a normal carbon chain: | 


CH;OH-(CHOH)s-C5. — CH;OH-(CHOH)sCH «Or... 
Pentose 


— CH,OH-(CHOH)3;-CHOH-COOH. 


Hexonic acid 


This hexonie acid yields a lactone which, on reduction, gives the 
hexose. Arabinose and xylose contain three asymmetric C-atoms, 
and are optically active. 

A piose is considered in 213. 
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The pentoses cannot be fermented. They have one property 
in common, by which they may be recognized and distinguished 
from hexoses. When boiled with dilute sulphuric acid, or hydro- 
chloric acid of sp. gr. 1-06, the pentoses and their polyoses form 
a volatile compound, furfuraldehyde, C&SH405 (393), which, on 
treatment with aniline and hydrochloric acid, yields an intense 
red dye. 

The presence of the polyose of xylose can be detected in such a 
substance as straw by distillation with hydrochloric acid of sp. gr. 
1:06. With aniline and hydrochloric acid, the distillate gives an 
intense red coloration, and with phenylhydrazine yields a phenyl- 
hydrazone very sparingly soluble in water. Both these reactions 
indicate the presence of furfuraldehyde. 


Hexoses. 


208. The hexoses are colourless compounds of sweet taste, 
which are difficult to crystallize, and cannot be distilled without 
decomposition. They dissolve readily in water, with difficulty in 
absolute alcohol, and are insoluble in ether. Since all the aldo- 
hexoses are stereoisomerides (205), their oxidation-products, the 
monobasic and dibasic acids, are also stereoisomerides. 

1. Dextrose (d-glucose or grape-sugar) is present in many plants, 
notably in the juice of grapes, and in other sweet fruits: it is found 
in the urine of diabetic patients, and in small quantities in normal 
urine. It can be obtained from many polyoses; for example, 
cane-sugar is converted by hydrolysis—inversion (216)—into a 
mixture of dextrose and levulose (209), called invert-sugar. The 
technical preparation of dextrose from starch, by boiling with dilute 
acids, is likewise a case of ‘hydrolysis. 

Dextrose crystallizes from water, or alcohol, with some diffi- 
culty; the crystals obtained from methyl alcohol contain no water 
of crystallization, and melt at 146°. It is mentioned in 43 that 
dextrose can be readily fermented, producing chiefly alcohol and 
carbon dioxide. Natural dextrose is dextro-rotatory: a levo- 
rotatory and an optically inactive modification have been arti- 
ficially prepared. Thedextro-rotatory, levo-rotatory, and optically 
inactive isomerides are respectively distinguished by the prefixes 
d (dexter), | (levus), and i (inactive); thus, d-glucose, l-glucose, 
1-glucose. 
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By convention, all other monoses derived from a d-hexose, 
l-hexose, or i-hexose are also distinguished by the letters d, l, or i, 
even when they possess a rotatory power opposite in sign to that 
indicated by these letters. Thus, levulose or ordinary fructose, 
which can be obtained from dextrose or d-glucose, and is levo- 
rotatory, is also called d-fructose on account of its genetic relation to 
d-glucose. The same method of classification is adopted for the 
hexahydric alcohols, the hexonic acids, and in general for all deriva- 
tives of the hexoses. 


Dextrose is an aldose, as is proved by its oxidation to a hexonic 
acid, d-gluconic acid, CH,OH-(CHOH),4-COOH: further oxidation 
produces the dibasic d-saccharic acid, 


COOH: (CHOH),-COOH. 


Saccharic acid forms a characteristic potassium hydrogen salt of 
slight solubility, which serves as a test for dextrose. The substance 
suspected of containing dextrose is oxidized with nitric acid: sac- 
charic acid is produced from this hexose, if present, and can be pre- 
cipitated as potassium hydrogen salt by addition of a concentrated 
solution of potassium acetate. 


On reduction, dextrose yields a hexahydric alcohol, d-sorbitol: 
it also gives an osazone, d-glucosazone, which is soluble with diffi- 


culty in water, and crystallizes in yellow needles wlich melt at 
205°. 


Solutions of dextrose and many other sugars furnish examples ot 
a phenomenon called mufarotation. When freshly dissolved, such 
substances have a rotatory power other than that possessed by them 
after the lapse of a comparatively short interval of time. Thus, an 
aqueous solution of dextrose at first produces a rotation [a]p = 110°: 
after some hours it produces & constant rotation [a]p —52-5?. The 
attainment of a constant rotatory power is much hastened by boiling 
the solution, and is effected at once by addition of a small quantity 
of caustic potash or ammonia. 

The explanation of this phenomenon must be sought in the par- 
tial conversion of the dextrose or other sugar into another modifica- 
tion of different rotatory power. When the rotation has become 
constant, there is equilibrium between the two modifications. 

TANRET has prepared three different crystalline modifications of 
dextrose, denoted by a, 8, and «. Ordinary dextrose is the a-modi- 
fication: it crystallizes with one molecule of water. When dissolved 
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quickly in cold water, the solution produces a rotation [a]p =110°. 
When the solid a-form is heated for some days at 105°, it is changed 
to the A-form. In aqueous solution the -modification at first only 
rotates the plane through [2],=19°: when allowed to remain for 
some time, or boiled, or mixed with a trace of dlkali, the rotation 
rises о [4] =52:5°. When dissolved in water, the e-modification 
at once causes a rotation [a]p =52-5°, indicating that it is not an 
independent form, but a mixture in equilibrium of the a-modifica- 
tion and f-modification. 

TANRET has proved by experiment that this surmise is correct. 
A very concentrated solution of the -modification was made, and 
crystallized at 0°. When a solution of the crystals thus obtained 
was prepared at a low temperature, its rotation was diminished by 
addition of a small quantity of ammonia, proving that the crystals 
belonged to the @-modification. If the ¢-form is a mixture of the 
@-modification and the 8-modification, the latter must have remained 
in solution in the mother-liquor, and addition of alkali should increase 
the rotation of this residual solution. Experiment has proved that 
alkali has this effect. 

The results of these researches, in conjunction with other facts, 
have led to the adoption of a somewhat modified type of constitu- 
tional formula for the monoses (217). 


With a small quantity of water, dextrose yields a colourless 
syrup used in the preparation of liqueurs and of confectionery. 


The mechanism of the formation of ethyl alcohol and carbon dioxide 
by the fermentation of dextrose is probably best explained by assuming 
alterations in the relative positions occupied by the hydroxyl- 
groups and hydrogen atoms. It may be supposed that elimination 
of water in the usual manner first takes place, being followed by 
the migration of one hydrogen atom. These changes involve the 
transformation of the group —CHOH -CHOH— by abstraction of 
water into —CH=C(OH)—, which then changes to —CH,-CO—. 
The result is the same аз that produced by an exchange of position 
between hydrogen and hydroxyl, followed by elimination of water: 


—CHOH -CHOH— — —CH,-C(OH),— — —CH,-CO—. 


Analogous phenomena are known, among them the formation of 
acraldehyde from glycerol (141), of pyroracemic acid from tartaric 
acid (231), and of oxalacetic acid, COOH-CO-CH:-COOH, from 
tartaric acid. 

Methylglyoxal, which was isolated as osazone, is an inter- 
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mediate decomposition-product in the interaction of dextrose and 
dilute alkalis, as indicated in the following scheme: 


CH,OH-CHOH-CHOH-CHOH-CHOH-CH — 
(Migration of H and OH) 


(Decomposition Bs e of 1H30) 


— CH,-CO-CH and CH,OH-CHOH-CB — H,0 — CH,-CO.CH. 
Methyigl yoxal Methyiglyoxal 


Lactic acid has been identified as an intermediate product in 
aleoholic fermentation, and may be regarded as derived from 
methylglyoxal in accordance with the scheme 


CH,-C(OH),-CH — CH,-CHOH-COH, 
Methylglyoxal Lactic acid 


resulting from a change of position between hydroxyl and hydrogen. 
The lactic acid then loses carbon dioxide, yielding ethyl alcohol: 


CHs-CHOH-CO,H = CH;-CH,OH +C0,. 


It is not improbable that two enzymes play a part in these 
reactions. One of them may occasion the interchange of position 
leading to the formation of lactic acid; the other may effect the 
decomposition of the lactic acid into alcohol and carbon dioxide. 

The conversion of dextrose into butyric acid by the butyric 
fermentation can also be explained by assuming the intermediate 
formation of lactic acid, and its subsequent transformation into 
formic acid and acetaldehyde. Condensation of acetaldehyde pro- 
duces aldol, which yields butyric acid by transposition of H and OH: 

CH,-CHO+CH,: CHO - CH, Свон: CH, CHO-CH;:CH,;.CH;:COOH. 


Butyric acid 


209. Lavulose (d-fructose or fruit-sugar) 1s present along with 
dextrose in most sweet fruits. It is & constituent of invert-sugar 
(216), and of honey, which is chiefly a naturalinvert-sugar. When 
hydrolyzed, inulin, & polyose contained in dahlia-tubers, yields 
only levulose, just as starch yields dextrose.  Lsevulose crystal- 
lizes with difficulty, being readily soluble in water, although less 
so than dextrose. It is levo-rotatory, and can be fermented. 


274 ORGANIC CHEMISTRY. [$ 209 


Leevulose is a type of the ketoses, but few of which are known. 
Its formula, CH,OH-(CHOH)3-CO-CH.2OH, is inferred from the 
following considerations. First, when oxidized with mercuric 
oxide in presence of baryta-water, it is converted into glycollic 
acid, CHJOH-COOH, and trihydroxyglutaric acid, 


COOH: (CHOH)3-COOH. 


Since oxidation takes place in the carbonyl-group, the production 
of these acids necessitates the adoption of this constitutional 
formula. Second, application of the cyanohydrin-synthesis to a ` 
compound of this constitution would yield a heptonie acid with 
the formula 

| CH,OH- (CHOH)3-C(OH)-CH,0OH. 


COOH 


That the heptonic acid obtained from lzevulose has this consti- 
tution, is proved by heating it at a high temperature with 
hydriodic acid, whereby all the hydroxyl-groups are replaced by 
hydrogen, and a heptylic acid is formed. This acid is identical 
with the synthetic methyl-n-butylacetic acid (233, 2), 


CH3. (CH2)z-CH -CH3 
OOH — 
The osazone of lzvulose is identical with that of dextrose. A 
comparison of the formula of dextrose, 


a 
CH,OH- (CHOH);-CHOH-CH, 


with that of levulose, CH,OH-(CHOH)3-CO-CH.2OH, shows that 
the two osazones can only be identical if the a-C-atom of dextrose, 
and the terminal C-atom of lsevulose, respectively unite, after for- ` 
mation of the hydrazone, with the second phenylhydrazine-residue: 
that is, when in both cases this reaction takes place at a C-atom 
directly linked to a carbonyl-group. For this reason, it is assumed 
that the formation of an osazone always results in the union 
of two phenylhydrazine-residues with neighbouring C-atoms. 
d-Glucosazone, or d-fructosazone, has therefore the constitution 
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CH,OH 
(СНОН)» 
C—N-NH-G4Hs 
C—N-NH-CG4Hs 
H 


Methylphenylhydrazine, сн >N-NH;, yields osazones with 


ketoses only, but converts aldoses into colourless hydrazones, 
readily separated from thc intensely yellow osazones. "This reagent 
is a valuable aid in the detection of ketoses. 

When osazones are carefully warmed with hydrochloric acid, two 
molecules of phenylhydrazine are eliminated, with formation of com- 
pounds, osones, containing two carbonyl-groups. For example, 
d-glucosazone yields d-glucosone, 


CH,OH-(CHOH),.-co-c# 


O' 

'The osones can be reduced by treatment with zinc-dust and acetic 
acid, and it is found that addition of hydrogen always takes place 
at the terminal C-atom. d-Glucosone yields levulos¢ 


CH:0H-(CHOH),-CO-CHAOH. 


The reaction affords a means of converting aldoses into ketoses: 
Aldose — Osazone — Osone — Ketose. 


Inversely, an aldose can be obtained from a ketose. On reduction, 
the latter vields a hexahydric alcohol, which is converted Fy oxida- 
tion into a monobasic hexonic acid. This substance loses water, 
yielding the corresponding lactone, which on reduction gives the 
aldose: 


Ketose — Hexahydric Alcohol —^ Hexonic Acid — Lactone — Aldose. 


210. d-Mannose is an aldose, and is present as a polyose in the 
vegetable-ivory nut: it is also obtained by the careful oxidation 
of the hexahydric alcohol mannitol, found in several plants. 
d-Mannose, a hard, amorphous, hygroscopic substance, can be readily 
fermented, and is very soluble in water. It yields a characteristic 
hydrazone which melts at 195°-200°, and, unlike the hydrazones 





276 ORGANIC CHEMISTRY. [5 210 


of the other monoses, dissolves with difficulty in water. On oxi- 
dation, d-mannose is first converted into the monobasic d-mannonic 
acid, CH3OH- (CHOH),-COOH, and then into the dibasic d-manno- 
saccharic acid, COOH-(CHOH),-COOH. It yields dextrose by 
a method generally applicable to the conversion of aldoses into 
their stereoisomerides. For this purpose, it is first converted into 
d-mannonic acid. On boiling the solution of this substance in 
quinoline (400), it is partly transformed into the stereoisomeric 
d-gluconic acid, the lactone of which can be reduced to dextrose. 
Inversely, d-gluconic acid is partly changed into d-mannonic acid, 
by boiling its quinoline solution, so that dextrose can thus be con- 
verted into d-mannose. 


Mannonic acid is one of the intermediate products in Em 
FISCHER’s synthesis of dextrose. He converted glyceraldehyde into 
acrose (206, 4), and this into i-mannitol, by reduction with sodium- 
amalgam. On oxidation, i-mannitol yields first i-mannose, and then 
1-mannonic acid, which can be resolved, by means of its strychnine 
salt, into its optically active modifications. When the d-mannonic 
acid thus obtained is heated with pyridine, it is converted into 
d-gluconic acid, the lactone of which, on reduction with sodium- 
amalgam, yields dextrose. | 


The stereoisomerism of d-mannose and dextrose, as well as of 
d-mannonic acid and d-gluconic acid, is occasioned only by different 
grouping round the a-C-atom, since the osazone of d-mannose is 
identical with that of dextrose. As this has the constitution 


CH,OH-CHOH-CHOH-CHOH: 6 GEN -NH-CgHs, 
N-NH-C6Hg 
these osazones can only be identical when the residue 
CH;0H- (CHOH);- CHOH— 


in d-mannose and dextrose is also identical: their stereoisomerism 
ean then only result from a difference in the arrangement of the 
groups linked to the a-C-atom. 

So far as the transformations of the monobasic hexonic acids 
when boiled with quinoline or pyridine have been studied, it has 
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always been found that the alteration takes place, as in the above 
instance, at only one C-atom, and this the one adjoining the 
aldehydo-group, the a-C-atom. 

d-Galactose can be obtained by the hydrolysis of lactose, or 
by the oxidation of the hexahydric alcohol dulcitol, which occurs in 
certain plants. d-Galactose is crystalline, melting at 168°; it is 
strongly dextro-rotatory, is capable of undergoing fermentation, 
and cxhibits mutarotation. Galactose is proved to be an aldose 
by its conversion, on oxidation, into the monobasic d-galactonic 
acid, CgH,207. Further oxidation yields the sparingly soluble 
dibasic mucic acid, COOH- (CHOH),-COOH, which is optically in- 
active, and cannot be resolved into optically active components: 
its formation serves as a test for d-galactose. This is carried out 
by oxidizing the hexose under examination with nitric acid. 

Their conversion into levulic acid (234), on treatment with 
hydrochloric acid, constitutes a general reaction for the hexoses. 
Brown, amorphous masses, known as humic substances, are pro- 
duced at the same time. Lævulic acid can be identified by 
means of its silver salt, which dissolves with difficulty, and yields 
characteristic crystals. 

The identification of the constituents of a mixture of monoses 
can often be readily effected by the aid of phenylhydrazine and 
its substitution-products (310), the tendency of each monose to 
form & phenylhydrazone or osazone depending on the particular 
hydrazine-derivative employed. Thus, from a solution containing 
arabinose and dextrose unsymmetrical methylphenylhydrazine, 
Cs&H5N(CH3)- NHs, dissolved in acetie acid precipitates arabinose- 
methylphenylhydrazone. If this is filtered off and the liquid 
warmed after addition of an acetic-acid solution of phenylhydra- 
zine, phenylglucosazone crystallizes out. 


Synthesis of the Monoses. 


211. As mentioned in 206, 4, condensation of formaldehyde 
or glyceraldehyde yields compounds of the formula CeHi205. 
Similar derivatives are produced by the condensation of glycoll- 
aldehyde. These substances are obtained in the form of a 
syrup or concentrated aqueous solution. A phenylhexosazone 
identical with the osazone of inactive glucose, fructose, or mannose 
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is obtained from theze syrups by the action of phenylhydrazine, 
such synthetic products being always racemic mixtures. Elimi- 
nation of two phenylhydrazine-residues yields an osone, convertible 
by reduction into dl-fructose (209). Further reduction of this 
monose gives di-mannitol, transformed by oxidation into di-ma..- 
nose as prinary product, and then into dl-mannonic acid. Reso- 
lution of this acid into its optical components yields d-mannonic 
acid, convertible by reduction into d-mannose. This substance 
can be transformed into dextrose (d-glucose) by the method of 
210, and from either monose it is possible to obtain levul^se 
(d-fructose) by the method described in 209. From these hexoses 
the preparation of pentoses such as d-arabinose and l-xylose can 
be effected by oxidation with hydrogen peroxide of the calcium 
salt of the hexonic a-id in presence of ferric acetate as catalyst. 
Oxidation of l-xylose produces [-xylonic acid, a substance converted 
by boiling with pyridine into the isomeric lyxonic acid, which can 
be reduced to d-lyxose. By means of the cyanohydrin-synthesis 
this derivative can be transformed into c-ga‘actonic acid, a com- 
pound reducib‘e ¿> d-galactose. 


Stereochemistry of the Monoses. 


212. It was stated (205) that all the aldohexoses and aldopen- 
toses have the same structure, and that, in consequence, their 
isomerism must be stereoisomerism. Although it would be beyond 
the scope of this book to deduce the configuration of all the pentoses 
and hexoses mentioned here, it is desirable to indicate how this is 
determined for such compounds; that is, for those containing 
several asymmetric carbon atoms in the molecule. 

It was mentioned (188) that the presence of two dissimilar asym- 
metric C-atoms in a molecule causes the existence of a greater num- 
ber of stereoisomerides than that of two similar asymmetric C-atoms. 
It will be seen from a projection-formula that the principle applies to 
& greater number of asymmetric C-atoms in the molecule. The 
projection-formuls for two aldopentoses, 











CHOH СНОН 
HO—|—H H0 
HO——*+—H and H——|——OH, 
HO— | —H H-——|.—— 0H 

cH cH 


O O 
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cannot be made to coincide by rotation in the plane of the paper 
(190): the aldopentoses, therefore, are not identical. The corre- 





sponding trihydroxyglutaric acids 
COOH COOH 
HO——[L——H H——|——0H 
HO——[——H and H——|——OH 
HO——|*—-H H——|——OH 
COOH COOH 5 


are, however, identical, since their projection-formule can be made 
to coincide. In these compcunds the asymmetric C-atoms 1 and 3 
are similar, while in the pentoses they are dissimilar. 

Assuming that the determination of the configuration of a tri- 
hydroxyglutaric acid is possible, and that it leads to the projection- 
formula given above, it follows that the pentose from which this acid 
is obtained by oxidation must have one of the above configurations, 
and that all others are excluded. It thus only remains to distinguish 
between these two configurations. 

In order to determine the stereochemical structure of a pentose, 
it is, therefore, first necessary to determine that of the corresponding 
trihydroxyglutaric acid. The optical behaviour of these acids affords 
а means of determining their stereochemical structure. Xylose, 
which is optically active, is converted by oxidation into an optically 
inactive trihydroxyglutaric acid which melts at 152°. Since an 
optically inactive substance is here obtained from an optically active 
one, not from a racemic compound, the inactivity must be due to 
intramolecular compensation, a fact which must find expression in 
the configuration allotted to this particular trihydroxyglutaric acid. 
The projection-formula of a compound which is optically inactive on 
account of intramolecular compensation must fulfil this condition: 
itself and its mirror-image must be capable of being made to coincide 
by rotation in the plane of the paper; that is, itself and its mirror- 
image must be identical. For, if it were otherwise, two enantio- 
morphous configurations—the formula and its mirror-image—would 
be possible, while for intramolecular compensation only one con- 
figuration is possible. 

The above reasoning may be applied to the determination of the 
stereochemical structure of arabinose. Eight stereoisomeric for- 
mule are possible for a pentose, but, by arranging these in pairs of 
mirror-images, and taking one of each pair, four different types are 
obtained: | 
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CH.OH CH,OH CH,OH CH.OH 
H—l|——OH H—/—-OH H—/—OH H—/—OH 
H—|——OH  H—|—OH HO—|—H  HO—|—H. 
H—|——oH HO—|—H HO—|—H H—|—OH 

H LH H H 
О О Co Co 
I. II. III. IV. 


The mirror-image of I. is represented on p. 278. 

Arabinose is converted by oxidation into an optically active tri- 
hydroxyglutaric acid. This excludes the trihydroxyglutaric acids 
which could be obtained from types I. and IV., since each of these 
could be made to coincide with its mirror-image, and thus would be 
optically inactive: 

COOH COOH 


| |98 identical withits HO —  —H 
° mirror-image, ; 
H——_|—_-OH HO——_/|——__H 


COOH COOH 
COOH COOH 
н о — OH identical with its HO —— ro 
н——|——Он M99" Ho —H | 
H COOH 


The fact that by the aid of the cyanohydrin-synthesis arabinose 
can be converted into & mixture of dextrose and mannose, which on 
oxidation yields the optically active saccharic acid and mannosac- 
charic acid, enables a choice between types II. and III. to be made. 


Since in the cyanohydrin-synthesis only the group Cb in CHOH cH 


is altered, the configuration of the rest of the C-atoms remaining 
unchanged, saccharic acid and mannosaccharic acid must have the 
stereochemical structure 


COOH COOH 
H——|——O0H H——|——O0H 
H——|.——OH or H——|——OH 

HO——|——H HO——|——H 
HO—|—H H——|——0H 
COOH OOH 


if arabinose is represented by formula II. Neither of these can be 
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made to coincide with its mirror-image, so that formula IT. is assumed 
to represent arabinose. Formula III. is excluded, since otherwise 
one of the acids mentioned above must have the stereochemical 


constitution 
COOH 
H——|——OH 
H ——H , 
HO—|—H 
H——|——OH 
COOH 


which is identical with its mirror-image: one of the acids would then 
be optically inactive, which is not the case. 

Arabinose has, therefore, a formula of the type II., but it is still 
uncertain whether it should be represented by the formula given 
above, or by its mirror-image. 

Important aid in the determination of configuration is furnished 
by the building-up and the breaking-down of the monose molecules. 
Thus, oxidation of erythrose yields mesotartaric acid, and this fact 
establishes the grouping round the central C-atoms of this tetrose. 
Since erythrose is & decomposition-product of d-arabinose, this 
reaction affords a partial insight into the configuration of that 
pentose. As already indicated, synthesis by the cyanohydrin- 
method enables the grouping in the hexoses to be inferred from the 
known configuration of the pentoses. 


II. DIOSES. 
213. Most of the dioses (or bioses) known are exclusively 
derived from hexoses, and therefore, have the formula 


C12H2201; = 2C6H1206— H30. 


Dioses hydrolyzable to a pentose and a hexose are of very 
rare occurrence. Hydrolysis of victanin, a glucoside present in the 
seed of the vetch (Vicia angustifolia), yields hydrocyanic acid, 
benzaldehyde, and a diose, vicianose, built up from dextrose and 
l-arabinose, as is proved by its hydrolysis: 

C1 H2010 + H20 = CH; 1206 + C5H100s. 

Vicianose t-Arabinose 
A piin, a glucoside present in parsley, is converted by the action 
of acids into a diose, transformed by further hydrolysis into 
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dextrose and apiose, a pentose with a branched carbon chain, — 


as is proved by its oxidation to 2sovaleric acid. 

The hydrolysis can be effected not only by boiling with dilute 
acids, but also by the action of enzymes (222). On account of the 
readiness with which decomposition with water takes place, it is 
assumed that the monoses from which a diose is formed are not 
linked together through the carbon atoms, but through one or 
more oxygen atoms. 

Hitherto, all attempts to synthesize natural dioses have failed. 


Emi Fiscuer has, however, prepared artificial dioses synthet- 
ically from monoses, such as dextrose. Acetic anhydride and 
hydrobromic acid convert this sugar into acetobromodeztrose, probably 
with the formula 


CH:OAc*-CHOAc-CH-CHOAc-CHOAc-CHBr. 
]- 7-2 40). d 


Silver carbonate eliminates bromine from this compound, two 
molecules becoming united by an oxygen atom. On careful saponi- 
fication with barium hydroxide, the eight acety]-groups are removed, 
and a diose with reducing properties synthesized (224). 

A biochemical synthesis of dioses is described in 217. 


Maltose. 
214. Mallose in the crystallized state has the formula 


C12H22011,H20, 


and can be prepared from starch by the action of diastase (43). 
It is an important intermediate product in the industrial pro- 
duction of alcohol. 

Maltose crystallizes in small, white needles, and is strongly 
dextro-rotatory. When boiled with dilute mineral acids, it yields 
only dextrose. It exhibits all the characteristics of the monoses: 
thus, it reduces an alkaline copper solution; yields an osazone, 
maltosazone (C12H23011 —-2H20 —2H+2CeHsNH-NHz2); and it 
can be oxidized to the monobasic maltobionic acid, C12H22013, 
which, on hydrolysis, splits up into dextrose and d-gluconic acid, 
CH.0H -(CHOH)4-COOH. 


* Ac=CH;-CO—. 
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These properties show that maltose contains only one of the 
two carbonyl-groups present in two molecules of dextrose: thus, it 
forms an osazone with two, instead of four, molecules of phenyl- 
hydrazine, and yields a monobasic instead of a dibasic acid. The 
linking of the two molecules of dextrose must, therefore, involve 
in the reaction the carbonyl-oxygen of only one molecule. Such a 
linkage between two monose molecules is called a monocarbonyl- 
bond. If this is denoted by the sign <, and a free carbonyl-group 
in a molecule by <, then maltose can be represented by 


CeH1105< O-CgHi105<. 
Dextrose Dextrose 


Lactose. 


215. Lactose (milk-sugar) is present in milk, and is prepared 
from it. 


Whey is usually employed for this purpose: it is the liquid whirh 
remains after the cream has been separated and the skimmed milk 
has been used for making cheese. In these processes the milk is 
deprived of most of its fats and proteins; the whey contains nearly 
all the lactose, and a large proportion of the mineral constituents of 
the milk. The lactose is obtained by evaporation, and purified by 
recrystallization. 


Lactose crystallizes in well-defined, large, hard crystals. It 
has not such a sweet taste as sucrose, and in the mouth resembles 
sand, on account of the hardness of its crystals. 

On hydrolysis, lactose splits up into d-galactose and dextrose. 
It shows the reactions of the monoses, and can be proved, by a 
method analogous to that employed for maltose, to contain one 
free carbonyl-group in the molecule: it is, therefore, made up of 
dextrose and d-galactose, linked by a monocarbonyl-bond. The 
free carbonyl-group belongs to the dextrose molecule, since lactose 
is converted by oxidation with bromine-water into lactobionic acid, 
which is converted by hydrolysis into d-galactose and d-gluconic 
acid. Lactose is, therefore, represented by 


CgH1105< O-CeH105<.. 
d-Galactose Dextrose 
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Sucrose. 


216. Sucrose (cane-sugar or saccharose) is present in many plants, 
and is prepared from sugar-beet and sugar-cane. It crystallizes 
well, and is very soluble in water. It melts at 160°, and on conling 
solidifies to an amorphous, glass-like mass, which after a consid- 
erable time becomes crystalline. When strongly heated, it turns 
brown, being converted into a substance called caramel. On 
hydrolysis, sucrose yields dextrose and levulose in equal propor- 
tions. This mixture is called invert-sugar, and is levo-rotatory, 
since lsevulose rotates the plane of polarization more to the left (209) 
than dextrose does to the right. Sucrose itself is strongly dextro- 
rotatory, so that the rotation has been reversed by hydrolysis. 
This is called inversion, a term also applied to the hydrolysis of 
Other dioses and of polyoses. Sucrose does not show the reactions 
characteristic of the monoses: thus, it does not reduce an alkaline 
copper solution, is not turned brown by caustic potash, and does 
not yield an osazone. Hence, it is evident that there are no free 
carbonyl-groups in its molecule; it may, therefore, be concluded 
that both of these have entered into reaction in the union of the 
two monoses. Such a linking between two monoses is called a 
dicarbonyl-bond, and is represented by the sign <O>; so that 
sucrose has the formula 


CHi: 1 Os <O> Сен, 1 Os. 
Dextrose Levulose 


217. The discovery that alcohols are able, under the influence of 
hydrochloric acid, to unite with monoses with elimination of water, 
affords an insight into the nature of the monocarbonyl-bond and 
.the dicarbonyl-bond. The substances thus formed are called glucos- 
ides, since they are in many respects analogous to the natural glucos- 
ides, substances which are decomposed into a sugar, and one or more 
compounds of various kinds, on boiling with dilute acids. The arti- 
ficial glucosides are obtained by the action of one molecule of an 
alcohol upon a monose: 


C,H::0,+CH,OH = C,HuO,- CH, - H5O. 
Methyl glucoside 


These compounds were discovered by Emi. Fiscner, who has 
assigned to them a constitution analogous in some respects to that 
of the acetals (104, 2): | 


§ 217] DIOSES. . 285 


H H 
-Hoca ^A LOCH 
Aldehyde Alcohol Acetal 
In the formation of glucoside, only one molecule of alcohol acts upon 


the aldose, so that one of the hydroxyl-groups of the latter plays the 
part of a second alcohol molecule: 


CH.OH CH,OH 

CHOH CHOH 

CHOTE СН 

pCHOH =- #CHOH 

aCHOH ' eCHOH 

C OCH, C—OCH, 
H 


The grounds for the assumption of this constitution are: first, these 
glucosides are readily resolved into their components, which argues 
against the existence of a carbon bond between the latt&r; second, 
the hydroxyl of the 4-C-atom is assumed to be the one which reacts, 
since à number of instances of similar behaviour are known, such 
as that of the acids yielding lactones (185). The possibility of the 
other hydroxyl-groups reacting is by no means excluded, and in 
some instances amounts to a probability. 

The combination of two monoses with elimination of one mole- 
cule of water may be represented as being analogous to the forma- 
tion of a glucoside from an alcohol and a monose. Maltose and 
lactose, which are united by a monocarbonyl-bond and contain one 
free carbonyl-group, are combined thus: 






CH.OH CH.OH Е 
CHOH H CHOH jo 
mu To CHO-3 (CHOH), 
aCHOH CHOH Hs 
6p «jon. Sy | 
H H 


By analogy the constitution of sucrose, in which levulose and dex- 
trose are united by a dicarbonyl-bond, will be 
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CH,OH CH:OH 
CHOH sCHO— 


CHO sCHOH 
CHOH|  ;CHOH| 
C———0 «ОНОН j 
H 


The methylglucoside previously mentioned exists in two 
isomeric forms, denoted by a and J, and closely related to a-dextrose 
and B-dextrose. Hydrolysis of a-methylglucoside with the enzyme 
maltase yields a-dextrose; that of 8-methylglucoside with emulsin 
forms {-dextrose. These facts have led to the adoption of a 
formula of lactone-type for dextrose: 


CH,OH-CHOH-CH.CHOH.CHOH.-CHOH. 
рсе a ш] 


The stereoisomerism of a-dextrose and /-dextrose therefore 
dependg on variation in grouping at the carbon atom indicated 
by an asterisk (*). Similar reasoning is applicable to the other 
monoses. The absence of an aldehydo-group from the constitu- 
tutional formule of dextrose and the other monoses accords with 
their inability to restore the colour to ScHiFF's reagent (107). 

Interesting syntheses of these methylglucosides by means of 
enzymes have been discovered by BourquELoT. An appreciable 
amount of §-methylglucoside is produced by keeping & methyl- 
alcoholic solution of glucose, containing the a-form and the 6-form, 
for one month in contact with emulsin, the enzyme of bitter almonds. 
a-Methylglucoside is formed similarly under the influence of an 
enzyme present in yeast. Alkylglucosides of this type can be 
synthesized from many other alcohols. An equilibrium is attained, 
for the glucosides formed are decomposed by the same enzymes into 
the corresponding alcohols and glucose. 

BouRqUELoT also tried to build up dioses from monoses by this 
method, and succeeded in synthesizing gentiohiose, a carbohydrate 
containing two glucose-residues, and obtainable from the glucoside 
gentianose. The great difficulty of isolating small proportions of 
dioses in presence of a large excess of monoses prevented him from 
demonstrating with certainty the possibility of synthesizing sucrose, 
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lactose, and other dioses by the aid of enzymes, although there is 
some probability of his having been successful. 


Sucrose forms compounds with bases, called saccharates: 
among them are Ci2H2201:,CaO,2H20 and Ci2H22011,2Ca0, 
which are readily soluble in water. When the solution is boiled, 
the nearly insoluble tricalcium saccharate C,2H220)1,3Ca0,3H20 
is precipitated. 


Manufacture of Sucrose from Sugar-beet. 


218. Sucrose is present in solution in the cell-fluid of the sugar- 
beet. The cell-walls are lined with a thin, continuous layer of 
protoplasm, constituting a semi-permeable membrane, which pre- 
vents the diffusion of the sugar from the cells at ordinary tempera- 
tures. When placed in water at 80°-90°, the protoplasm is killed, 
coagulates, and develops minute ruptures, through which the cell- 
fluid can diffuse. The process is facilitated by cutting up the beet 
into pieces 2 to 3 mm. in thickness. In order to make the diffu- 
sion-process as complete as possible with a minimum amount of 
water, the slices are placed in vats through which water circulates 
in such a manner that the nearly exhausted material is acted on 
by fresh water, while that which is only partly exhausted comes 
into contact with the solution already obtained, so that the materia! 
richest in sugar is treated with the strongest extract, and vice versa 
(principle of the counter-current). The solution obtained contains 
12-15 per cent. of sugar, which is about the proportion contained in 
the beet itself. 

Slaked lime is added to this solution, whereby a double object 
is attained. First, the free acids in the juice, such as oxalic acid 
and citric acid, are precipitated, along with the phosphates: their 
removal is necessary, since on concentrating the solution they 
would cause inversion. Second, proteins and colouring mat- 
ters are precipitated from the solution. To accomplish these 
objects, it 1s necessary to add'an excess of lime, part of which goes 
into solution as saccharate. The saccharate is then decomposed 
by a current of carbon dioxide, care being taken to leave the liquid 
faintly alkaline. The precipitate is separated by a filter-press, 
and the filtrate concentrated. To obtain the maximum yield of 
Sugar, the concentration must take place at a low temperature. 
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This is attained by the use of vacuum-pans, in which the sugar- 
solution boils under diminished pressure. The first product of the 
concentration is & thick syrup, more strongly alkaline than the 
original solution. Calcium carbonate is precipitated by repeated 
treatment with carbon dioxide until the thick syrup is almost 
neutral. After filtration, the syrup is concentrated until crystals 
of sugar begin to separate. It is then allowed to cool, when more 
crystals are obtained, mixed with a syrupy liquid, which is removed 
in a centrifugal machine. This syrup is further crystallized by 
slow agitation with a stirring apparatus, and the crystals are again 
separated by means of the centrifugal machine. The residual 
syrup (molasses) is worked up in the preparation of alcohol. 

The sugar thus prepared is not pure: it is brown, and contains 
a certain amount of syrup. The crude product is purified by dis- 
solving it, decolourizing with animal-charcoal, and concentrating 
in vacuum-pans. | 


Quantitative Estimation of Sucrose. 


219. The great practical importance of sucrose makes it de- 
sirable to have a quick and accurate method of estimating it 
quantitatively. This is effected almost exclusively by examining 
its aqueous solution with the polarimeter (26, 2). Since sucrose 
is strongly dextro-rotatory ([a]p— +66-5°), a small quantity 
produces an appreciable amount of rotation, which, moreover, is 
almost independent of the temperature, and for practical purposes 
may be considered as proportional to the concentration. It is 
obvious that this method will only yield accurate results when 
no other optically active substances are present in the solution. 
If such substances are present, either they must be removed, or 
their effect taken into account. The former method is adopted in 
the determination of the amount of sugar in beet. The sample is 
grated with a fine rasp to destroy the cell-walls, and a weighed 
quantity is made up to a certain volume with cold water, which 
dissolves not only the sucrose, but also optically active proteins. 
The latter are precipitated with lead acetate, filtered off, and the 
amount of rotation observed. 

When another sugar is present in the solution along with the 
sucrose, it is necessary to proceed by the second method. Suppose 
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dextrose is the other sugar present. The rotatory power of the 
solution, which will be dextro-rotatory, is first determined. If it 
be now inverted, the solution will either diminish in dextro-rota- 
поп, ог will become levo-rotatory, since invert-sugar is lævo- 
rotatory. "The rotatory power of an invert-sugar solution obtained 
from a sucrose solution of given strength being known, these two 
observations furnish the data by which the percentage of dextrose 
in cane-sugar or beet-sugar can be calculated. 


Velocity of Inversion of Sucrose. 


220. The equation for unimolecular reactions (gg) may be 
applied to the inversion of a dilute solution of sucrose. If the 
original amount of the latter present was p, and after a certain 
time the quantity z has been inverted, then the velocity s in the 
fraction of time immediately following can be expressed by the 
equation 


dz 
sd —k(p—z), 


in which k is a constant. The inversion can be effected by means 
of different acids of the same molecular concentration: the 
velocity of the reaction is dependent upon the nature of the acid 
employed, so that different values are obtained for the velocity- 
constant k. When the values of this constant and of the electrolytic 
dissociation-constant for these acids are compared, they are found 
to be proportional to one another. An acid which is ionized strongly 
effects-inversion much more rapidly than one but slightly ionized, 
from which it follows that only the ionized part of the acid exer- 
cises an inverting influence. Since only the hydrogen ion is com- 
mon to all acids, it must be concluded that inversion is the result of 
the catalytic action of the hydrogen tons. Inversely, the concentra- 
tion of the hydrogen ion in the solutions of acid salts, for example, - 
тау be determined by measuring the velocity of inversion. 
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Fermentation and the Action of Enzymes. 


221. The alcoholic fermentation of liquids is one of the longest 
known reactions. During the nineteenth century a number of 
other reactions were identified as fermentation-processes, such as 
the lactic fermentation and butyric fermentation of sugar, putre- 
factive fermentation, and others. Fermentation-processes include 
a number of reactions which take place slowly and at ordinary 
temperatures: they are usually attended by the evolution of a gas 
and of heat, and depend upon the action of micro-organisms, such 
as yeast-cells, bacteria, and schizomycetes. 

The part played by these micro-organisms in fermentation- 
processes has been the subject of much diversity of opinion. LIEBIG 
thought that yeast contained certain easily decomposed ferments, 
and that it was their decomposition which, as it, were, induced the 
fermentation of the substance. Pasteur, however, after a series 
of brilliant researches, became convinced that fermentation can 
only be brought about by living yeast-cells, and that the process 
is, therefore, a physiological phenomenon; that is, a complicated 
biological function of these cells. Thus, he concluded that there 
could be no fermentation without living yeast-cells, a theory which 
was universally accepted, LrEBIG's supposition that the part played 
by the cells is only a secondary one being definitely abandoned. 

In accordance with PasTEuR’s theory, the process of fermenta- 
tion is inseparable from the presence and propagation of yeast- 
cells. If it were found possible to bring about fermentation with- 
out their presence, his theory would fall to the ground. Epwarp 
BucHNER has effected this. He triturated fresh yeast with sand, 
whereby the cell-walls were destroyed. The dough-like mass was 
submitted to great pressure, which expressed a liquid: this 
expressed yeast-juice was separated by filtration from the cells 
still floating in it. BucHNER proved in various ways that this 
yeast-juice contains neither living cells nor living protoplasm: 
for instance, the yeast may be first killed by the action of acetone; 
the extract from it can nevertheless set up active fermentation 
in a solution of sugar similarly to that obtained from living 
yeast. The fermentation is caused by a dissolved substance, which, 
on account of its properties, such as coagulation on warming, must 
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be classed with proteins: it is a kind of enzyme, to which BucHNER 
has given the name zymase. The yeast-cells only have the func- 
tion of producing zymase. ` 

BucHNER has proved by analogous methods that other fermen- 
tation-processes, such as the lactic fermentation and acetic fermen- 
tation, are not caused by the bacilli themselves, but by the enzyme 
they contain. 

222. The chemical structure of the enzymes is still imperfectly 
understood. Those capable of decomposing proteins probably 
consist of a mixture of amino-acids and polypeptides, but the 
diastatic ferments seem to be degradation-products of the car- 
bohydrates.. Most of them have not been obtained in the pur, 
state. Their power of decomposing compounds is also not 
understood. Hitherto, only small insight has been obtained into 
the conditions upon which their action depends. 


First, the enzymes only act at the ordinary, or at a slightly 


elevated, temperature: below the freezing-point their activity is 
suspended, but returns at the ordinary temperature: on heating. 
they are decomposed. Second, they are sometimes rendered in- 
active (‘‘poisoned’’) by the presence of small quantities of certain 
substances, such as hydrocyanic acid. Third, it is very remark- 
able that a given enzyme can only produce changes in a few sub- 
stances, and has no action on other similar compounds. Thus, of 
the different monoses containing two to nine C-atoms, only the 
trioses, hexoses, and nonoses undergo the alcoholic fermentation: 
in fact, these are the only monoses which, according to their formula, 
can be readily converted into CO2 and C2H;OH; for instanee, 


C3HgO3 = C2H;,OH 4-COs. 


Only the monoses are capable of being fermented by enzymes: 
dioses must first be converted into monoses. Yeast contains an 
enzyme, invertase, which first decomposes sucrose into a mixture 
of levulose and dextrose. This is proved by the fact that certain 
varieties of yeast, which do not contain invertase, are incapable of 
fermenting sucrose: thus, Schizosaccharomyces octosporus, discov- 
ered by BEYERINCK, can ferment maltose, but not sucrose. This 
variety of yeast contains no invertase, but only maltase, the 
enzyme by which maltose is hydrolyzed. 
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The aptitude for decomposition by enzymes, possessed by the 
monoses, has been proved by Emit FIscHER to be intimately con- 
nected with their stereochemical configuration. The three naturally 
occurring sugars, dextrose, d-mannose, and lgvulose, are capable 
of undergoing fermentation, and there isa great similarity in 
their configurations, since they differ only in the grouping round 
two C-atoms: 


H CH,0H H 
Со со | Co 
H—|—OH  HO—]—H CO H—|—_OH 
HO—|-—H HO—-|—H HO—|—H HO—|—H 
H—-|—OH H— |-—OH H—|—OH HO—/—H 
H—|-—OH H—-|-—OH H—|—OH H—|—OH 
CHOH ОНОН CHOH CHOH 
Dextrose d-Mannose Leevulose d-Galactose 


d-Galactose, which is also a natural product, has a somewhat dif- 
ferent configuration, and is either more slowly fermented by certain 
varieties of yeast, or not at all. The mirror-images of these com- 
pounds, /-glucose, etc., are not capable of undergoing fermentation. 

The cause of these phenomena is probably the asymmetric struc- 
ture of the enzyme molecule. Although these substances have not 
been obtained in the pure state, their great resemblance to the pro- 
teins, and the probability of their formation from them, render 
their optical activity undoubted: that is, they are to be looked upon 
as built up of asymmetric molecules. This has led to the hypothesis. 
that there must be a similarity in molecular configuration between 
the enzymes and the substances which they decompose; and that 
when this similarity is wanting, no reaction can take place. Еми, 
FISCHER appropriately compares this resemblance in structure to 
that necessary between a lock and a key, in order that the latter 
may pass the lock. 

The application of these views to the chemical processes which 
go on in the more highly developed organisms leads to the concep- 
tion that generally in reactions in which proteins take part, as is 
undoubtedly the case in the protoplasm, the configuration of the 
molecule has the same importance as its structure. Various phe- 
nomena may be thus explained: the sweet taste possessed by one 
of the optically active asparagines, and the absence of taste in the 
other; the different degrees to which the three stereoisomeric 
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tartaric acids are oxidized in the body of a dog fed with them; the 
fact that, on subcutaneous injection of a rabbit with /-arabinose or 
d-arabinose, of the first only 7 per cent., of the latter 36 per cent., 
are excreted from the body unchanged in the urine; and so on. 


Asymmetric Synthesis. 


223. Laboratory-syntheses effected with optically inactive 
material always yield inactive compounds: plants employ such 
inactive material as carbon dioxide and water for the synthesis 
of dextro-rotatory dextrose and numerous other optically active 
compounds. They also produce optically active nitrogenous 
compounds, such as proteins and alkaloids, although the nitrogen 
reacts either in the free state or as nitrie acid. Two problems 
present themselves for solution: 

1. The mode of formation of the first optically active substance 
from inactive material. 

2. The production of active substances from inactive material 
under the influence of an already existing optically active body. 

The solution of the first problem is still unattained. It has 
been suggested that the formation of the first optically active 
compound took place under the influence of the circularly- 
polarized light present at the earth’s surface; but although this 
hypothesis is plausible, it still lacks experimental confirmation. 

More progress has been made towards the solution of the 
second problem. Emin FiscHER has found that in the cyano- 
hydrin-synthesis (183) the use of optically active substances does 
not always lead to the production of the two possible optical 
isomerides. An example is furnished by mannose, convertible 
by the cyanohydrin-synthesis into mannoheptonic acid. From 
analogy with other cyanohydrin-syntheses, the formation of two 
stereolsomeric mannoheptonic acids in equal proportions would 
be anticipated, but only one acid is obtained. It follows that the 
building-up of a molecule from one already asymmetric can 
continue in an asymmetric sense. If mannose were converted by 
a triple application of the cyanohydrin-synthesis into a manno- 
nonose, the building-up being in every instance in an asymmetric 
sense; and if it were possible to decompose this nonose into the 
original hexose and a product with three carbon atoms, this new 
substance would also be optically active. One optically active 
molecule would thus have occasioned the formation of another. 
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The formation of sugar in plants is probably the result of an 
analogous process. Dextrose is formed in the chlorophyll-grains, 
themselves composed of optically active substances. It may be 
assumed that priorto the formation of sugar these substances 
combine with carbon dioxide or formaldehyde (206, 4), and that 
the condensation to sugar is asymmetric on account of the asym- 
metric character of the participating substances. 

Some asymmetric syntheses of this type have been effected, 
particularly by McKenzie and his coadjutors. 

Reduction of benzoylformic acid, CgHs-CO-COOH, yields 
inactive mandelic acid, CsgHs-CHOH-COOH. But reduction of 
an ester of this ketonic acid derived from an optically active 
alcohol, such as the levo-rotatory menthol, produces a mixture of 
the ester of the dextro-acid with a small excess of that of the 
levo-acid. On saponification, active mandelic acid is obtained, 
despite the elimination of the asymmetric structure occasioned by 
the menthol-residue. The formation of l-lactic acid by the 
reduction of [-bornyl pyroracemate with aluminium-amalgam is 
& Similar reaction: 


CH3-CO.- COOC;oH,; — CH3. CHOH. COOH. 


l-Borny! pyroracemate l-Lactic acid 


Another example is the formation of excess of l-tartaric acid by 
treating monoborny] fumarate with permanganate (324). 

The occurrence in nature of all the possible optical isomerides 
of a compound isexceptional. Only the dextro-rotatory forms of 
dextrose, tartaric acid, and lactic acid are natural products. Why 
nature has not produced the chemical mirror-images of all optic- 
ally active substances found in the existing flora and fauna, since, 
as far as is at present known, the probability for the formation of 
both must have been equal, is a problem by no means solved. 


III. POLYOSES. 


Raffinose, C;3H32016,5H20. 


224. Raffinose is the most important of the hexotrioses, of which 
but few are known. Their formula is CisHs:0;6; that is, 


3C.H1:0. —2H.0. 
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Raffinose is a hexotriose, since, on hydrolysis, it takes up two 
molecules of water with formation of an equal number of molecules 
of levulose, dextrose, and d-galactose. By careful hydrolysis, raf- 
finose can be split up quantitatively into levulose and a diose (mele- 
diose): from the latter, dextrose and d-galactose can be obtained in 
the same way as from lactose, with which, however, melediose 1s not 
identical. The action of emulsin converts raffinose into d-galactose 
and sucrose. Raffinose exhibits none of the monose reactions: thus, 
it does not reduce an alkaline copper solution. This proves the 
absence of a free carbonyl-group, so that raffinose must be repre- 
sented by 


C,H::0,<O -C,H»O, <O> С.Н..О,. 


Melediose exhibits the sugar reactions, and therefore contains one 
free carbonyl-group, so that its formula is 


C,H1,0,«0-CHu0,«, 


which proves that the decomposition of raffinose into monose and 
diose takes place at the dicarbonyl-bond, as otherwise there would 
have been obtained a diose, C,Hi:0, «O» C,H1)0,, lacking a free 
carbonyl-group. 

Raffinose crystallizes with five molecules of water. When sucrose 
contains a certain proportion of this polyose, it yields pointed 
crystals. 

Manneotetrose is a tetrose present in manna. On hydrolysis it 
yields two molecules of galactose, one molecule of dextrose, and one 
molecule of levulose: 


С..Н.О + 3H,0 - 20,H,,0, - CH,0, - C,H40,. 


Manneotetroee Galactose Dextrose Levulose 


Higher Polyoses. 


225. Most of the higher polyoses are amorphous, and do not 
possess a sweet taste: many of them are insoluble in water. On 
hydrolysis, they yield monoses, either pentoses or hexoses, so that 
it may be assumed that the monose-residues are united by the 
oxygen atom. The molecular weight of the polyoses is unknown, 
but must be very great. Their formula may be represented as 
being derived thus: 


nCgH; 20g = (n = 1) H30. 
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If n is very great, this constitution approximates to 
nCeH1206—nH20 = n(CgH100s), 


which is the formula indicated by the results of analysis. On 
hydrolysis, nearly all the polyses yield monoses with the same 
number of C-atoms. 


Starch. 


Starch is the first observable assimilation-product of plants. 
It occurs in large quantitites in the tubers, roots, and seeds of many 
plants, in which it is present in the form of granules differing in 
form and size in different plants. Some of these granules are 
represented in Figs. 67, 68, and 69. 

Starch is insoluble in cold water: in hot water it swells up 
without dissolving. It yields an intense blue coloration with a 
dilute solution of iodine, for which this reaction serves as a test. 


On addition of a concentrated solution of tannin under the 
microscope to the liquid obtained by boiling 1 g. of potato-starch 
with 100 c.c. of water, the starch-granules are seen to consist of a 
skin, filled with a liquid which is coagulated by the action of the 
tannin. Starch is therefore built up from two distinct individuals: 
the skin, called amylocellulose; and the soluble part, termed granulose. 
Amylocellulose constitutes about forty per cent. by weight of starch, 
and can be prepared from it by extraction of the granulose with a 
dilute solution of sodium hydroxide. Only the granulose produces 
the blue coloration with iodine. 


When boiled with dilute acids, starch is converted into dex- 
trose. On treatment with diastase, starch-paste first liquefies, 
its molecules then decompose, and ultimately maltose and iso- 
maltose, Cı2H22011, are formed. Both these methods of treat- 
ment yield intermediate products, however; they are gum-like 
substances, polyoses containing a smaller number of atoms in the 
molecule than starch, called deztrins. Dextrin is also obtained 
by heating starch alone, or to 110° with a small quantity of nitric 
acid. 

Starch does not show any of the reactions of the monoses: it 
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does not reduce an alkaline copper solution, nor resinify with alka- 
lis, and yields no compound with phenylhydrazine. This proves 





Ес. 69.—PoTATOo-STARCH. X 250. 


the absence of a free carbonyl-group, so that its molecule must be 
represented by 


С6Н,005< О... . СвН,00,< О>С6Н00,.. . . О> СН оО». 


It might be suggested that the molecule of starch contains more 
than one dicarbonyl-bond, when the formula would be, for example, 


C,H4,05,«0.... 0,H4,0, «0» €4H40,:0» €,H4,0,.... 0-7 
7 65H,,0, «O0» €,H4,0,-0» C,H4,0,:0» €,H4,0; . ... O» C4H440,. 


It does not, since hydrolysis of a compound of this type must yield, 
in addition to dextrose, a substance >C,H::0.,< eentaining two 
free carbonyl-groups, and no such product has been obtained by the 
hydrolysis of starch. 

Dextrin can unite with phenylhydrazine, and exhibits the reac- 
tions of the monoses, such as reduction of an alkaline copper solution, 
and the formation of a yellow coloration with alkalis. It must, 
therefore, be assumed to contain a free carbonyl-group. 

Ccrtain dextrins have also been prepared in crystalline form. 
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Glycogen, (CgH,00s5):. 


Glycogen is a substance resembling starch, and is present in the 
animal organism: the other polyoses are vegetable products. It 
is usually prepared from liver, and is a white, amorphous powder, 
dissolving in water with formation of an opalescent solution. On 
hydrolysis, it yields only dextrose. Apparently there are different 
kinds of glycogen, according to the animal from which it is isolated. 


Manufacture of Starch. 


226. The process by which starch is manufactured is theoretically 
very simple. Potato-starch is prepared by first finely grinding the 
potatoes, whereby the cell-tissue is destroyed. The starch-granules, 
thus laid bare, are washed out of the cell-tissue by treatment with 
water in a specially constructed apparatus, somewhat resembling a 
sieve. They are allowed to settle on standing, are then carefully 
washed, and finally dried slowly. 

Starch is employed for many purposes in the arts, as an adhesive 
paste, and for stiffening linen in laundries. In the latter process, the 
starch-paste is converted by the heat of the smoothing-iron into a 
stiff, shining layer of dextrin, coating the fibres of the linen. Starch 
is of great importance as a large constituent of foods. It is more 
fully dealt with in this connexion in physiological text-books. 


Cellulose, (CsH,90s5).. 


227. Cellulose is a polyose of very high molecular weight. The 
cell-walls of plants consist principally of this substance, together 
with lignin, which is probably not a polyose. 


The formula of lignin is unknown, but it contains the groups 
methoxyl, acetyl, and formyl. The formation of methyl] alcohol by 
the dry distillation of wood depends on the presence of lignin, since 
the process does not produce this alcohol from pure cellulose. A 
test for lignin is described in 228. 


Cellulose is very stable towards dilute acids and alkalis, a 
property which is made use of in the technical preparation 
of cellulose, in order to free it from the substances present along 
with it in the plant-material. Linen, cotton, and paper consist 
almost exclusively of cellulose: pure filter-paper is nearly chem- 
ically pure cellulose. When it is dissolved in strong sulphuric 


300 ORGANIC CHEMISTRY. е [$ 228 


acid, and the solution boiled, after dilution with water, it is 
completely hydrolyzed. Cellulose from cotton-wool, paper, etc., 
yields exclusively dextrose; from coffee-beans, cocoa-nibs, etc., 
d-mannose. Cellulose is converted by treatment with sulphuric 
acid containing half its volume of water into a colloidal modifica- 
tion, amyloid, which gives a blue coloration with iodine: this 
reaction furnishes a test for cellulose. The latter is soluble 
in an ammoniacal solution of copper oxide (SCHWEITZER’s reagent) : 
from this solution it is precipitated chemically unchanged by 
acids and salts, and forms an amorphous powder when dried. 

The action of acetic anhydride and concentrated sulphuric 
acid on the cellulose of filter-paper, cotton-wool, and other mate- 
rials, yields the octoacetyl-compound of a diose, named cellose, 
obtained by saponification of the acetyl-derivative with alcoholic 
potash. Inversion converts cellose into dextrose. It is the 
simplest polyose obtained from cellulose, just as maltose is the 
simplest polyose formed from starch. This fact furnishes an 
important argument from.the chemical standpoint, supported 
by observations in vegetable physiology, in favour of the view 
that cellulose and starch are essentially different substances, 
and against the theory that cellulose is a higher polymeric form 
of starch. 


Technical Applications of Cellulose; Nitrocelluloses; Artificial 
Silk. 

228. Linen is prepared from the stalk of the flax-plant. The 
linen fibres can be obtained from the flax, cellulose being very 
stable towards chemical reagents. For example, the flax is steeped 
in water for from ten days to a fortnight. The consequent decay of 
the external fibre gives rise to an unpleasant smell. The material is 
then dried by spreading it out, and passed between corrugated rollers. 
This loosens the external woody fibre, which is then stripped off by 
revolving wooden arms named “wipers,” a process called “scutch- 
ing. The linen-fibres have a grey colour, and are bleached by either 
being spread out in the open or by means of bleaching-powder. 

Paper was formerly prepared almost exclusively from linen-rags, 
‘but is now largely manufactured from wood and straw, which must 
be divided into fibres; the fibres are then separated as much as 
possible from the other, so-called incrusting, substances present. 
This is effected either by the sulphite-method, in which the wood is 
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heated under pressure with a solution of calcium hydrogen sulphite; 
or for straw by heating with sodium hydroxide under pressure. By 
these processes most of the incrusting substances are dissolved, and 
the wood or straw bleached at the same time: the cellulose which 
remains can be readily separated into fine fibres, which is necessary: 
to the manufacture of paper-pulp. It is not, however, possible to 
remove all the lignin by these means; in consequence, wood-paper 
and straw-paper answer to the tests for lignin, and can be recognized 
thereby. Lignin gives a yellow coloration with salts of aniline (297), 
and a red coloration with a solution of phloroglucinol (337) in / 
concentrated hydrochloric acid. 

Parchment-paper is prepared by converting the outer surface of 
paper into amyloid (227), a process which imparts toughness to it. 

The nitrocelluloses are of great technical importance. When 
cotton-wool is treated with a mixture of nitric and sulphuric acids, 
a mixture of mononitrocellulose, dinitrocellulose, and trinitrocellulose 
is obtained, the extent of the nitration being dependent upon the 
concentration of the acids and the duration of the process. Cellulose 
is arbitrarily assumed to have the molecular formula C.H,.0;. In 
the nitration of cellulose the final product is trinitro-oxycellulose. 
For, on treatment with ferrous chloride, trinitro-oxycellulose yields 
orycellulose, but no cellulose, proving that the formation of the 
trinitro-compound is accompanied by oxidation of the cellulose; 
whereas nitromannitol, for example, is reconverted by this reagent 
into mannitol, without oxidation of the latter. Oxycellulose has the 
formula 

(С.НьО»„)х ог [(CoH100s)s-+(CoHi00.)]x; 


and its trinitro-derivative is 
[C.H;(NO;) 30]; +С,Н,(ХО,),0О,. 


The solution in a mixture of alcohol and ether of mononitrocellu- 
lose and dinitrocellulose is known as collodion: on evaporation it 
leaves an elastic skin, and is employed in photography, and in the 
manufacture of celluloid. The trinitrocellulose is guncotton, which 
looks like cotton-wool, but feels somewat rough to the touch, and 
is extensively employed as an explosive. It burns readily whena . 
loose tuft of it is ignited, but can be made to explode by the detona- 
tion of a small quantity of mercury fulminate, and yields only 
gaseous products, nitrogen, hydrogen, water-vapour, carbon mon- 
oxide, and carbon dioxide. It exerts a detonating or brisant (155) 
action, and without modification is, therefore, unsuitable for use in 
artillery. 
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When guncotton is dissolved in acetone or ethyl acetate, a gelatin- 
ous mass is obtained: after removal of the solvent, an amorphous, 
transparent substance is left, having the same chemical composition 
as guncotton, but burning and exploding more slowly. The velocity 
of explosion of guncotton being thus moderated, it is made available 
in this form for use in artillery, under the name of ‘smokeless 
powder." 

Artificial silk is manufactured by forcing a solution of cellulose 
through very narrow orifices immersed in a bath which repre- 
cipitates the cellulose in lustrous threads resembling silk in appear- 
ance. Photographic film is made similarly, the orifices being 
replaced by a narrow slot. 

On the manufacturing scale the cellulose is brought into solution 
by one of three processes: (1) by means of ScHWEITZER’s reagent 
(227); (2) by preliminary nitration to mononitrocellulose and 
dinitrocellulose, and solution of these nitro-compounds in alcohol 
and ether, the threads being then denitrified by the action of 
various reducers; (3) by conversion of the cellulose into a xanthate 
(264), a very thick liquid being formed, the so-called viscose. 
To coagulate the fibres, the solution obtained by the first method 
is pressed out into dilute acid; that produced by the second method 
into a large amount of water; and that formed by the third method 
into a solution of ammonium sulphate or dilute sulphuric acid, 





AMINO-ALDEHYDES AND AMINO-KETONES. 


229. Very few amino-aldehydes and amino-ketones are known. 
Aminoacetaldehyde, CH.N HCH, a very unstable compound, can be 


obtained from aminoacetal, CH.N H- COCH)» which can be pre- 


pared from monochloroacetal, CH:-Cl-CH(OC:H,)s. Muscarine is 
possibly the corresponding trimethylammonium base: 


CH,N(CH;);OH 
CH -HH;O 


It is a crystalline, excessively poisonous substance, and is present in 
certain plants—for example, toad-stool (Agaricus muscarius). 


Apart from inorganic substances, chitin is the principal con- 
stituent of the shells of the crustacea, and is best prepared from 
the shell and claws of the lobster. When boiled with concentrated 
hydrochloric acid, chitin is almost wholly converted into gluco- 
samine hydrochloride, CgH,305N,HCl, a well-crystallized salt. 
Chitin contains an NHp>-group, since like primary amines it 
evolves nitrogen on treatment with nitrous acid, yielding chitose, 
CgH208, with the properties of an aldose. Thus, it is oxidized by 
bromine-water to the monobasic chitonic acid: further oxidation with 
nitric acid converts this substance into the dibasic isosaccharic acid. 

Bromine converts glucosamine hydrochloride into d-glucosamic 
acid, CH2OH -(CHOH)3-CHNH2-COOH, which Emit FISCHER 
has synthesized by the following method. Ammonia and hydro- 
cyanic acid react with d-arabinose to form a compound (240, 3), 

CH20H -(CHOH)3 -CHNH2-CN, 
and with concentrated hydrochloric acid this yields 
CH20H -(CHOH)3-CHNH2-COOH, 
identical with glucosamic acid. Since this acid is reduced to 
glucosamine by the method of 206, 5, the identity of the synthetic 
amine with the natural product is established. 
303 
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Glyoxylic Acid, COOH.CH +H,0. 


230. Glyoxylic acid is the first member of the series of aldehydo- 
acids. It is present in unripe fruits, and can be prepared by heat- 
- ing dibromoacetic acid, CHBr2-COOH, with water, or by the 
electro-reduction of oxalic acid. It also results on the oxidation 
of alcohol with nitric acid, by the method described under glyoxal 
(198). 

As the above formula shows, glyoxylic acid contains one mole- 
cule of water, which cannot be separated from the acid or its salts 
without their undergoing decomposition. For this reason, the 
water is often assumed to be in chemical combination (149); thus, 
CH(OH)2:COOH, as it is in chloral hydrate (201). In each of 


these substances the aldehydo-group, 60, is under the influence 


of a strongly negative group; —CCl3 in chloral, and —COOH in 
glyoxylic acid. The latter, moreover, possesses all the properties 
characteristic of aldehydes: it reduces an ammoniacal silver solu- 
tion, forms an addition-product with sodium hydrogen sulphite, 
yields an oxime, etc. When boiled with caustic potash, it is con- 
verted into glycollic acid and oxalic acid, the formation of which 
may be explained by the assumption that one molecule of the acid 
takes up the two hydrogen atoms, and another the oxygen atom, 
from one molecule of water: 


2COOH-CHO — COOH-CH,0H +COOH -COOH. 
304 
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Pyroracemic Acid, CH3-CO-COOH. 


231. Pyroracemic (pyruvic) acid, the first member of the series of 
ketonic acids, owes its name to its formation by the distillation of 
either tartaric acid orracemicacid with potassium hydrogen sulphate. 
It is probable that carbon dioxide is first eliminated from tar- 
taric acid, COOH-CHOH-CHOH-COOH, with formation of glyceric 
acid, CH,0OH-CHOH-COOH, which yields pyroracemic acid by 
loss of one molecule of water; for glyceric acid itself is con- 
verted into pyroracemic acid by heating with potassium hydrogen 
sulphate: 


СНОН .СНОН.СООН — H,0 = 
= CH,—C(OH) -COOH — CH3-CO-COOH. 


Pyroracemic acid can be obtained synthetically by hydrolysis of the 
nitrile formed by the action of potassium cyanide on acetyl chloride: 


CH3-COCI m CH3-CO-CN — CH3.-CO-CO;H. 


This is a general method for the preparation of a-ketonic acids. 
When heated to 150° with dilute sulphuric acid, pyroracemic 
acid yields carbon dioxide and acetaldehyde: 


CHs-CO- [C0,|H = CH,-C4 +00, 


At ordinary temperatures pyroracemic acid is liquid, but is solid 
at low temperatures. It melts at 9°, boils at 165°, and is miscible 
with water in all proportions: its specific gravity is 1-27 at 20°, 
and it has an odour resembling that of acetic acid. It is a stronger 
acid than propionic acid, for which 10*k is 0-134; for pyroracemic 
acid 10*k is 56, which must be explained by assuming the presence 
of a negative carbonyl-group in juxtaposition to the carboxyl-group. 

Pyroracemic acid has all the properties characteristic of ketones: 
it yields an oxime, a hydrazone, an addition-product with hydro- 
cyanic acid, ete. 

Addition of boric acid to an aqueous solution of pyroracemic 
acid causes a marked rise in the value of the electric conductivity 
of the organic acid. This phenomenon is characteristic of a-hydroxy- 
acids (180), and indicates each molecule of pyroracemic acid to be 
in union with one molecule of water, in accordance with the structural 
formula CH; C(OH),*COOH. - 

The electrolysis of à very eoncentrated solution of potassium 
pyroracemate yields acetic acid and diacetyl. The formation of 
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acetic acid may be looked upon as due to the interaction of the anion 
of the acid and the hydroxyl-ion, after discharge at the anode: 


СН, СО: СОО’ +ОН’ = СН, COOH 4CO;; 
and that of diacetyl as resulting from the union of two acid anions, 
with elimination of CO,: 


CH,-CO-COO’ 
CH;-CO-COO' = CH,-CO-CO-CH; + 2C0,. 


The potassium salts of other ketonic acids are decomposed by 
electrolysis in an analogous manner. 


Acetoacetic Acid, CH3-CO-CH2-COOH. 


232. Acetoacetic acid is a f-ketonic acid. It is not of much 
importance, but its ester, ethyl acetoacetate, CH3;-CO-CH3-COOC2Hs, 
is an interesting compound. 

Ethyl acetoacetate is obtained by CLAIsExN’s condensation- 
method (200) through the action of sodium on ethyl acetate in 
presence of ethyl alcohol: 


ONa H 


Ethyl acetate Ádditios-produet 
ONa 
2:20; H4OH -- CH3: C—CH - COOC4H;. 


Ethyl sodioacetoacetate 


The foregoing explanation of the condensation was proved to be 
correct in this instance by CrAisEeN, who found that ethyl aceto- 
acetate cannot be prepared by the action of sodium on ethyl 
acetate which has been carefully purified from alcohol. The free 
ester, CH3: CO- CH3- COOC;Hs, can be obtained by treatment 
of the sodium compound with acetic acid, since in the substitu- 
tion of sodium by hydrogen the group —C(OH):CH— is first 
formed, and subsequently transposed into —CO-CH2.— (131). 

Ethyl acetoacetate 1s a colourless liquid, slightly soluble in 
water, and characterized by an agreeable odour: it boils at 181°, 
and has a specific gravity of 1-030 at 15°. It can be hydrolyzed 
in two ways, respectively known as the ketone decomposition 
(weak hydrolysis) and the acid decomposition (strong hydrolysis), 
on account of the nature of the products. 

The ketone decomposition is effected by heating ethyl aceto- 
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acetate with dilute sulphuric acid, or with a dilute aqueous solution 
of alkali, the products being acetone, carbon dioxide, and alcohol: 


CH3- CO- CH;5-|CO 
+H 


25 Нз. СО-СНз+002+С2Н;0Н. 








The acid decomposition takes place when ethyl acetoacetate із 
heated with a very concentrated solution of alcoholic potash or soda: 


CH3-CO-|CH2-COO 
+OH | H+H 


eae = CH3-COOH+CH3-COOH + C2H,OH. 





The great importance of ethyl acetoacetate for syntheses arises 
from its capability of undergoing these two decompositions, 
together with the existence of a great many derivatives with one 
or two of the hydrogen atoms of the CH»2-group replaced by 
substituents. Replacement of one or two hydrogen atoms by 
one or two groups R gives the compound 


CH;-CO-CHR-COOC2H; or CH3-CO- CR5- COOC;H;, 


converted respectively by the ketone decomposition into the 
ketone 
CH3 -CO- CHR or СН» -CO- CHRo, 


& reaction affording a general method of synthesizing methyl- 
ketones (101). 
The acid decomposition converts the compounds 


CH3-CO-CHR-COOC2H; and CH3-CO-CR2-COOC2H; 
into acetic acid and an acid with either the formula 


CH2R-COOH or CHRe2-COOH, 


the reaction furnishing a general method for the synthesis of 
monobasic acids. 

The mechanism of the formation of such derivatives of ethyl 
acetoacetate involves interaction of sodium ethoxide and the ester 
to form a sodium compound, CH3-C(ONa) :CH-COOC2H; (235). 
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Addition of an organic halide, R-X, in which X represents a 
halogen atom, gives the product 


ONa H 
CH3-C——C-COOC2Hs. 
X R 


Elimination of NaX from this substance yields the compound 
CH3-CO-CHR-COOC2Hs, the hydrogen atom of its CHR-group 
being capable of analogous replacement. 


233. À few examples of this synthetical method are appended. 

1. Methylnonylketone, the principal constituent of oil of rue 
(from Ruta graveolens), can be obtained by the action of n-octyl 
iodide upon ethyl sodioacetoacetate: 


CH;: C(ONa) : CHeCOOC;H, CH;:CO: a *COOGSH, 


+ 
1—С iHi; С.Н,» 
It yields, by the ketone decomposition, methyInonylketone, 
CH; > CO * CH: т C;Hi;. 


Ethyl n-octylacetoacetate yields, by the acid decomposition, capric 
acid, CioH20O:, which must therefore have a normal carbon chain 
(137). 

2. Heptylic acid, which is obtainable from lzvulose by the cyano- 
hydrin-synthesis (209), can be synthetically built up from ethyl 
acetoacetate by the successive introduction of a methyl-group and a 
n-butyl-group: this proves it to be methyl-n-butylacetic acid: 


CH;°C(ONa) :CH-COOC.Hs ,C00GH, 
4 — CH;:CO:CH — 


I-C.H H, 
| Ethyl n-butylacetoacetate 
CH; C(ONa):0 < Gop Hs С 
- + + CH,-CO-CCGH, 
I—CH, 


Ethyl niethyl-n-butylacetoacetate 


Ethyl methy]l-n-butylacetoacetate yields, by the acid decomposition, 
methyl-n-butylacetic acid, 


,CO0H 
CH—C.H, е 
NCH, 
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8. 4-Ketonic acids are obtained by the action of ethyl acetoace- 
tate upon the esters of the a-halogen-substituted fatty acids, 
followed by the ketone decomposition: 


CH,:-C(ONa): CH: COOC.H, OOGH, 
+ — CH,.CO:CH 
X—CHR-COOCHI, HR: COOGH, 


This yields, by the ketone decomposition, 


CH,’ CO". CH: CHR. COOH. 
y В a 


4. When iodine acts upon ethyl sodioacetoacetate, two molecules 
unite thus: 


, eN ONa 
CH,- C(ONa):CH COOC;Hs — a 


2I 
+ 
CH;°C(ONa) :CH: COOC,H; 03: осон. COOC.H, 


Elimination of two molecules of sodium iodide converts this com- 
pound into diethyl diacetylsuccinate, 
CH,:CO: CH— — —CH: CO: CH; 
COOGH, COOGH, 


When boiled with a 20 pef cent. solution of potassium carbonate, 
diethyl diacetylsuccinate loses carbon dioxide and alcohol, with 
formation of acetonylacetone (200): 


СН;, СО, СН—СН,СО,СН, 
Н |Н 


CH CO, Gn — CH:: os CO-CHs. 


Levulic Acid, СН; (СО: CH; CHo- COOH. 


234. Lævulic acid is the simplest y-ketonic acid: it can be 
obtained by the synthetical method described in 233, 3—from 
ethyl acetoacetate by the action of ethyl monochloroacetate; in 
this instance, in the formula given R=H. When hexoses are 





b 
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boiled with concentrated hydrochloric acid, levulic acid is pro- 
duced (210): it is usually prepared by this method, which has 
not yet been fully explained. 

Levulic acid is crystalline: it melts at 33-5°, and bdils with 
slight decomposition at 250°. It yields an oxime and a hydrazone, 
and an addition-product with hydrocyanic acid: in short, it 
exhibits all the reactions characteristic of ketones. 


Mesoxalic Acid, C3H205, H50. 


Mesoralic acid is a type of the dibasic ketonic acids. Its 
constitution is proved by the formation of ethyl mesoralate when 
diethyl dibromomalonate, Br2C(COOC2Hs)2, is boiled with baryta- 
water: t 


(C2H500C)2C[Brz + Ва) (ОН)» = (C2H500C)2C(OH)2+ BaBrz. 


Mesoxalic acid is an important decomposition-product of uric 
acid. Like glyoxylic acid (230), it can only be obtained with one 
molecule of water. An ester of the anhydrous acid is, however, 
known: it very readily adds on water. The constitution 
(COOH);C(OH)2 must therefore be assigned to the free acid (149) 
which has most of the properties of ketones, just as chloral hydrate 
(201) and glyoxylic acid show most of the reactions of aldehydes, 
When boiled with water, mesoxalic acid loses carbon dioxide, 
forming glyoxylic acid: 


СОЈН.С(ОН) з. СООН. 


It is not surprising that a compound containing a carbon atom 
loaded with four negative groups should break down thus. The 
decomposition takes place more readily than that of malonic acid, 
which does not lose carbon dioxide till heated above its melting- 
point, to 140°-150°. 


TAUTOMERISM. 


235. The conversion of ethyl acetoacetate into its sodium 
derivative, and the interaction of this substance with an alkyl 
iodide, yield derivatives in which the alkyl-group introduced 
is undoubtedly attached to & carbon atom (232). Sometimes 
the reaction proceeds differently, the metallic atom of the sodium 
derivative being replaced by a substituent which becomes linked 
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to the molecule through oxygen. An example is furnished by 
the interaction of ethyl sodiocetoacetate and ethyl chloroformate 
(263), two compounds being formed. The one produced in 
smaller proportion is the C-derivative: 
ONa ONa 
СН» C: CH -COOC2H; — CH3-C——-CH-COOC.H;= 


Cl- COOC,Hs Cl COOC;Hs 
COOC2H; 


=CH;-CO-CH  +NaCl. 
COOC2Hs 
The identity of this product with that formed by the interaction 


of acetyl chloride and diethyl sodiomalonate proves its con- 
stitution: 


CH3-CO|CI+ Na]-CH(COOC2Hs)2 — CH3-CO-CH(COOC2Hs)2. 
The main product is an isomeride, the O-derivative: 
СНз. С(ОМа):СН.СООСНу CH3-C:CH-COOC2H,; 

CI —600€,H; p -COOC2H; 


The presence of a double carbon bond in the molecule is 
proved by the instantaneous formation of an addition-product 
with bromine. 

The mechanism of the interaction of ethyl chlorocarbonate 
and sodioacetylacetone is exactly analogous, the C-derivative 
being produced in small proportion: 


CH3-C(ONa) :CH:CO-CH3 CH3-CO-CH-CO-CH3 
+ — 
CI—COOC;Hsg COOC: H5 


The constitution of this compound follows from its ready decom- 
position into potassium acetate and ethyl acetoacetate by heating 
with an equimolecular proportion of potassium аюны: 


S OK 
CH3-CO- CH: CO. CH3 =CH3. CO. CH2- СООС»НЬ + СН. COOK. 


Ethyl acetoacetate Forais an 
ace 
ООС»Н; 
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The O-derivative, however, is the principal product: 


CH;-C(ONa) ird CO-CH3 _CH3-C:CH-CO-CHs 
+ NaCl. 
CI CÓ06,H, O-COOC2H; 


' Its formula is proved by the ready formation of an addition- 
product with bromine, and its decomposition into acetylacetone, 
ethyl alcohol, and carbon dioxide by dilute alkalis at ordinary 
temperature: 


CH3-C:CH-CO-CHs 


б. со» C2Hg —CHa. C(OH) :CH- СО. СН; + C3H5- OH --GOg. 
+ Acetylacetone 
H———4OH 


The interaction of ethyl acetoacetate and acid chlorides can 
be completely controlled so as to produce either a C-derivative or 
an O-derivative. If the usual method is employed, ethyl sodio- 
acetoacetate being first prepared, and then brought into con- 
tact with the acid chloride, a C-derivative is produced. But slow 
addition of the acid chloride to a solution of ethyl acetoacetate 
in pyridine (387) results in the exclusive formation of the O- 
derivative: 


СНзғСО.СН.СООС Н, CH3-C=CH-COOC2H; 


P 
O-CH3 со. :CHs 
C-derivative O-derivative 
(Gives no addition-product (Gives an sddition-produot 
with bromine) with bromine) 


Similar equivocal reactions have been observed for many 
compounds with the grouping —CO-CH2-CO—. It was formerly 
believed that the production of a C-derivative was occasioned by 
direct linkage of the sodium atom to carbon, —CO-CHNa-CO—, 
and that of the O-derivative by direct union of the sodium atom 
with oxygen, —C(ONa):CH-CO—. It was accordingly assumed 
that in compounds of this type there was continual alternation 
between the groupings —CO-CH,-CO— and —C(OH) :CH-CO—. 
The phenomenon received the name tautomerism or desmotropy. 
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Although later investigation proved the metallic atom in the 
sodium compounds to be in union with oxygen, as will be shown 
subsequently, it has also demonstrated the liquid derivatives, 
such as ethyl acetoacetate, to be a mixture of two isomerides of 
the type indicated, each being very readily transformed into the 
isomeric compound. This view is based on direct isolation of the 
tautomeric forms. 

Ethyl acetoacetate is the classic example of a tautomeric 
substance. By cooling it to a low temperature, Knorr isolated 
the ketonic form, CH3-CO-CH2-COOC2Hs, in crystals melting 
at —39°. By the action of an equivalent quantity of anhydrous 
hydrogen chloride on a suspension of ethyl sodioacetoacetate 
in strongly cooled light petroleum, followed by  filtra- 
tion of the sodium chloride and evaporation of the solvent 
at a low temperature, Knorr isolated the enolic form 
CH3-C(OH):CH-COOC2H;, a substance requiring for solidifica- 
tion the refrigerating action of liquid air. This separation proves 
the sodium derivative to have the enolic structure. 

236. The ketonic form and the enolic form of a tautomeric 
substance admit of ready identification by both physical and 
chemical means. The most important physical method is 
furnished by refraction, the presence of a double carbon bond in 
the enolic form, and its absence in the ketonic form, making the 
refraction of the enolic compound higher than that of the ketonic 
compound (120). By the aid of this physical property, the 
proportion of the two isomerides present in a liquid mixture can 
be determined, provided the refraction of each component in 
the pure state is known. 

Two main chemical methods of distinguishing the two forms 
are available: 

1. Addition of a small proportion of ferric chloride to a dilute 
aqueous or alcoholic solution of an enolic compound produces a deep 
coloration, usually violet; but ketonic derivatives remain colourless, 

2. The action of bromine in alcoholic solution, K. H. MEYER 
having discovered that in this solution enolic compounds form 
addition-products with bromine instantaneously, but that ketonic 
compounds do not. The method has been applied by him to 
determine the proportion of the enolic form present in a tauto- 
meric mixture. 
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The introduction of alkyl-groups into diethyl malonate being 
also effected by means of the sodium derivative, it is reasonable 
to anticipate complete analogy between the mechanism of that 
reaction and that characteristic of ethyl acetoacetate. The bromine- 
reaction affords confirmation of the accuracy of this assumption, 
and indicates diethyl monosodiomalonate to have the tautomeric 
formula 


C;H,00C CH: cc "e 
: ; 


Interaction of this substance and an alkyl halide first yields an 
addition-product of the formula 


,/ONa 
C:H,OOC-CH-C—X , 
R ОСН, 


X representing a halogen atom, and R an alkyl-radical. On elimi- 
nation of sodium halide from this compound, the diethyl alkylmalo- 
nate is produced. 


These aids can be applied to the elucidation of the conditions 
governing the ketonization of an enolic compound, and the inverse 
enolization of a ketonic compound. The nature of the solvent 
is of primary importance. For ethyl acetoacetate in the liquid 
state the equilibrium between the two forms corresponds with a 
small percentage of the enolic derivative, and about 90 per cent. 
of the ketonic form, The subjoined table indicates the percentage 
of the enolic form of ethyl acetoacetate in various solvents at 
18°, the amounts being determined by titration with bromine. 








Solvent: Eolo Form Enoko Farm 
Methyl alcohol........ 6.9 "m alcohol (50 per 
Ethyl alcohol......... 12-0 асное 1.5 
Amyl alcohol......... 15.3 Ether кажа ы i Ro 27.1 
Water ...4voeesvaseve 0.4 Carbon disulphide. . 32-4 
EXADe. Coi v EPASA 46-4 





For ethyl acetoacetate itself the temperature has little influence 
on the equilibrium, but the freshly distilled product contains 
about 20-25 per cent. of the enolic form, which becomes trans- 
formed slowly into the ketonic modification. There are other in- 
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stances of rise of temperature causing displacement of the equi- 
librium towards the enolic side, although usually not to any 
great extent. 

The velocity of translation of each form can be determined 
by starting with the pure modifications, and noting the proportion 
of each component present after the lapse of known intervals of 
time. The velocity-constant of the ketonization of ethyl] aceto- 
acetate has been proved to be much greater than that of the enoli- 
zation. Different tautomeric compounds generally exhibit wide 
divergence in the velocity of transformation in either direction. 


A qualitative demonstration of the transformation of the enolic 
form of ethyl acetoacetate into the ketonic modification can be 
made by adding an equivalent amount of hydrochloric acid to a 
dilute aqueous solution of ethyl sodioacetoacetate. The enolic form 
separates in fine drops, its solubility in water at 0° being about 
0-5 per cent. Owing to transformation of the enolic form into the 
ketonie modification, the drops gradually dissolve, the solubility of 
the ketonic derivative in water at 0? being about 11 per cent. 


Enolic compounds dissolve instantly in caustic alkali; but 
ketonic compounds do not, their solution proceeding slowly as 
they change to the enolic form. On subsequent addition of acid, 
the enolic modification is first obtained, but not the ketonic 
component. 


Tautomerism of Oximes. 


237. The structural formula, no C—NOH, has been assigned 


to the oximes (103). The action of hydroxylamine on aldehydes 
and ketones admits of another explanation, indicated in the scheme: 


HO О 
в : Che 


Experiments directed to proving which of these formule is 
right, have shown that the oximes are tautomeric in the sense of 
the scheme 


>C=NOH 2e »eQ 
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The following exemplifies the method. When acetoxime is treated 
with methyl iodide, the methyl-group becomes linked to nitrogen, 
as is proved by reduction of the resulting compound to methyl- 
amine and acetone: 


О 
(CH,) “|| + 2Н = (СН,) ¿CO + NH, , СН,. 
. CH, 


But when sodium methoxide is added to a mixture of methyl iodide 

and the oxime—whereby the sodium derivative of the ketoxime is 

first formed—there results an isomeric substance convertible by 

hydrochloric acid into acetone and a compound, NH;-OCH;. Heat- 

ing with hydriodic acid transforms this body into hydroxylamine 

and methyl iodide, proving that its methyl-group is linked to oxygen. 
PYRONE DERIVATIVES. 


238. A number of compounds assumed to contain the group 
CO 
но “сн 


нї. Ан 


are known: they are called pyrone derivatives, and some of them 
occur naturally. 


An important pyrone derivative is dimethylpyrone: 
CH=—C-.CH3 


Ф 


\cH=C.CHs 


It can be synthesized from ethyl copper-acetoacetate and carbonyl 
chloride (263): 


CH3-CO Pm CH;.CO P -CH3 
HC—Cu—CH = CuCle ay Моон 
/ ` с 
CoH;00C + Ch ООС»Н;. нос COOC2Hs 
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On saponification with dilute sulphuric acid, two molecules of car- 
bon dioxide are simultaneously eliminated from the molecule, 
whereupon 

СНз .СО CO-CHg 


H 2 


should result. The tautomeride, 
HO OH 


он, `ссн, 


| |, 
Н. C-H 


however, is formed, and loses one molecule of water, yielding di- 
methylpyrone. 

239. Dimethylpyrone is characterized by its ability to form 
addition-products with acids, which must be looked upon as salts. 
These ''salts" are formed by dissolving dimethylpyrone in an 
aqueous solution of hydrochloric acid, oxalie acid, etc.: they are 
obtained in & crystalline form by the spontaneous evaporation of 
the solutions. By dissolving them in a large quantity of water, 
they are completely hydrolyzed. CorurE and Tickre, the dis- 
coverers of these compounds, assume the quadrivalency of the oxygen 
atom closing the carbon chain, thus attributing to dimethylpyrone 
hydrochloride the structure. 


CH=C.CH; 
6.0H O-CL 
CH—C -CH3 


This mode of expressing the constitution of dimethylpyrone has 


been adopted instead of the earlier formula COC,H4,(CH;),» О Eo 
Von BAEYER having proved the addition-product of dimethylpyrone 
with methyl iodide to have formula I., and not formula II., his proof 
being based on the conversion of the addition-product by the action 


of ammonia into methorylulidine (389), formulated in III.: 
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CH, I 
х 
© OI 0 A 
сн, “си, сн, ` Pon PE e Ct 
HC CH HC CH HC CH 
“ NSS 
C-OCH О C-OCH, 
I. П. Ш. 


These compounds have been named oronium salts, on account 
of their analogy to the ammonium salts. They are to be regarded 
as true salts or electrolytes, because they possess all the properties 
characteristic of the salts formed by weak bases with strong 
acids: thus, their aqueous solutions are strongly acidic in reaction 
‘in consequence of extensive hydrolytic dissociation; their electric 
conductivities in solution are almost equal to those of the free 
acid; and so on. 

The power of forming oxonium salts does not seem to be limited 
to dimethylpyrone and analogous compounds. VoN BAEYER and 
VILLIGER have shown that oxygen-containing compounds, belong- 
ing to various classes of organic bodies, such as alcohols, aldehydes, 
esters, and other substances, are able to yield crystalline com- 
pounds with complex acids, such as hydroferrocyanic acid. It is 
possible, though not fully established, that these are oxonium salts. 
They also attempted to obtain trimethyloxonium iodide, (CH3)30-I, 
analogous to the tetra-alkylammonium salts, but were unsuccessful. 
They are of opinion that GRIGNARD’s compounds of alkyl magne- 
sium iodides and ether (75), such as CH3-Mg-I+ (C2Hg)20, must 
be regarded as oxonium derivatives, 


СН MgI 
CH? O «Qs 


The power of forming true salts by the addition of acids is 
especially developed in the alkyl-compounds of the elements of the 
nitrogen group. Examples also occur among the sulphur com- 
pounds (59). Carbon compounds of the type RsC-OH also 
exhibit basic properties, tertiary alipha' ic alcohols reacting 
readily with hydrogen halides to form tertiary halogen derivatives. 
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The replacement of the hydroxyl-group by halogen is completely 
analogous to the production of salts by the interaction of bases 


and acids. 
WILLSTATTER proved the anthocyanins, or colouring principles 


of many plants, to be oxonium salts (345). 


AMINO-ACIDS. 


240. The amino-acids contain one or more amino-groups in 
direct union with carbon: They are of physiological impor- 
tance, since many are decomposition-products of proteins, and 
some are natural products. They are synthesized by several 
methods. 

1. By the action of the halogen-substituted fatty acids on 
ammonia, a method analogous to the formation of amines: 


H3N[H -CI]H;C.COOH = H.N-CHz-COOH+HCI. 
2. By reduction of oximes with sodium amalgam: 
R-C(NOH)-COOH+4H = R-CHNH2-COOH+H:.0. 


This is a method of converting ketonic acids into amino-acids. 

3. a-Amino-acids ‘are formed by the action of ammonia upon 
the cyanohydrins of aldehydes or ketones, and subsequent hydrol- 
ysis of the nitrile-group (STRECKER): 


Н · H 
CHs-CQ, 2S CH,CÉOH; +NH; — 
О NCN 
Acetaldehyde Lactonitrile 


p /H /H 
— CH3;-C—NHg — CH3-C—NHg ° 
NCN “соон 


Alanine nitrile Alanine 


The amino-acids possess two opposite characters: they form 
salts with both bases and acids, and are therefore both basic and 
acidic simultaneously. 

Replacement of the hydrogen of the amino-group by radicals 
yields amino-acids of a more complicated character. Thus, like 

320 
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ammonia, with acid chlorides they yield an acid amide with one 
hydrogen atom of the amino-group replaced: 


R-CO[Cl+ H]}HN-CH,-COOH = R-CO-NH-CH,-COOH+ HCI. 


Compounds of this kind are therefore both amino-acids and acid 
amides. 

Amino-acids with the hydrogen of the amino-group replaced 
by alkyl-groups are also known. They are obtained by the action 
of amines, instead of ammonia, on the halogen-substituted acids: 


(CHs)2N[H +Ci]H,C-COOH = (CH;).N-CH,-COOH +HCl. 


The amino-acids undergo most of the decompositions charac- 
teristic of amines; thus, with nitrous acid they yield hydroxy- 
acids, just as the amines yield alcohols. 

-241. Like those of the halogen-substituted acids and hydroxy- 
&cids (176 and 180), the properties of the amino-acids depend on 
the position of their characteristic group—the amino-group— 
relative to the carboxyl-group. The a@-amino-acids readily 
yield anhydrides (acid amides) by the elimination of two mole- 
cules of water from two molecules of acid: 


CH2-NH[H HO)OC . 
Cog — mmc, 


The f-amino-acids easily lose ammonia, with formation of 
unsaturated acids. Thus, f-aminopropionie acid, obtained from 
G-iodopropionic acid, is converted by heat into acrylic acid and 
ammonia: 


3|-CH2-CH/H]-COOH = NH, +CH,:CH-COOH. 


Like the y-hydroxy-acids, the 7-amino-acids yield inner anhy- 
drides. On account of their similarity to the lactones, these sub- 
stances are called lactams: 


puer CH,-CHz-CH,-CO 
NH[f — OH 


y-Aminobutyrio acid Lactam of y-aminobutyric acid 


CH;NH - OC 
О 3 
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Емі FiscHER proved that the esters of amino-acids can be 
obtained by the ordinary method, dissolving the acids in absolute 
alcohol and treating this solution with hydrochloric-acid gas (gr). 
Hydrochlorides are the primary products, the amino-group in these 
esters retaining its basic character: an example is the ethyl ester of 
glycine hydrochloride, C2HsQOC-CH2-NH2-HCl. The esters ar? 
prepared by treating aqueous solutions of the hydrochlorides with 
concentrated potassium hydroxide at a low temperature, and im- 
mediately extracting with ether. Em1L FiscHer found these esters 
well adapted for the purification and separation of amino-acids. 
This is of great importance in the chemistry of proteins, which are 
resolved into a mixture of such acids by the action of acids or bases. 


Individual Members. | 
242. Glycine (glycocoll or aminoacetic acid), NH2-CH2-COOH, 
can be obtained by boiling glue with dilute sulphuric acid or with 
barium hydroxide: it owes the name ‘‘glycocoll ” to this method 
of formation, and to its sweet taste (yAucós, sweet; xoAda, glue). 
It is also prepared from hippuric acid, a constituent of the urine of 
horses. Hippuric acid is glycine with one hydrogen atom of the 
amino-group replaced by benzoyl, CgHsCO; and it therefore has the 
formula CgHs-CO-NH:CH2-COOH. Like all acid amides, it is 
decomposed by boiling with dilute acids, with addition of the ele- 
ments of water: 
CsH;CO-|NH-CH2-COOH = CsHs-COOH + NH2-CH2-COOH. 
ОН ІН Bensoio acid Glycine 
Hippuric acid 
A method well adapted for the preparation of glycine and its 
derivatives depends on the interaction of formaldehyde, ammonium 
chloride, and potassium cyanide in well-cooled aqueous solution. 
Methyleneaminoacetonitrile, CH: :N+CH,-CN, crystallizes, being 
formed in accordance with the scheme 


oH : 
CHO + HCN = CHK . ; &NH ов), 


JN ° CH: 
+ CH,O — ее . 


On boiling the nitrile with alcoholic hydrochloric acid, the CN-group 
is exchanged for —COOC;H,, and the methylene-group of —N :CH, 
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replaced by H;, with production of the hydrochloride ^f the ethyl 
ester of glycine: 


JN : CH: NH + HCl J NH, HCI 


CH CH CH. 
"MN ——— NcoocH. MG00CHH, 


Glycine is a crystalline solid, and melts at 232? with decom- 
position: it is very readily soluble in water, and insoluble in 
absolute alcohol. Like many amino-acids, it forms a well- 
crystallized, blue copper salt, soluble with difficulty in water, and 
obtained by boiling copper carbonate with a solution of glycine. 
This derivative crystallizes with one molecule of water of crystal- 
lization, and has the formula (NH2.CH2.CO0O)2Cu+H20. 

Betaïne, CsH1102N, is a derivative of trimethylglycine: it is 
found in the juice of the sugar-beet, and accumulates in the 
molasses during the manufacture of sugar. It is an inner ammo- 
nium salt, 


(CH3)sN - CH;- ү? 


Ын Оон 


gince it is synthetically obtained from trimethylamine by the action 
of monochloroacetic acid, with elimination of HCl: 


(CH,)sN + Cl-CHz-COOH = (CH,)sN-CH2-CO 
—_—_—"" ° 


O 
СІ HJ. 


? 


This reaction is analogous to the interaction of alkyl halides and 
tertiary amines to form the salts of quaternary ammonium bases 
(63). 

Betaine yields large crystals with one molecule of water, which 
it loses at 100°, or when allowed to stand over sulphuric acid. On 
heating it decomposes, with formation of trimethylamine. 

Many tertiary amines can be converted into substances with a 
constitution analogous to that of betaine; that is, inner salts of 
ammonium bases. These compounds are called betaines. 

Alanine, or a-aminopropionic acid, CH3-CH(NH2)-COOH, is 
synthetically prepared by the action of ammonia on a-chloropropi- 
onic acid. 
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Leucine, or a-aminotsobutylacetic acid, 
(CH3)2CH -CH2-CH(NH2)-COOH, 


results along with glycine from the decomposition of proteins by 
the action of acids or alkalis, or by putrefaction. It is synthetic- 
ally obtained from isovaleraldehyde-ammonia by the action of 
hydrocyanic acid, and hydrolysis of the resulting nitrile: 


H 
(CH) CH-CH-CC [OHTHION + 
Vid У 


isoLeucine, or a-amino-f-methylvaleric acid, 


Gray, > CH-CH (NH)-COOH, 
is also a decomposition-product of proteins. Its constitution is 
proved by synthesis. The aldehyde formed by oxidation of 
secondary butylcarbinol—the optically active amyl alcohol— 
yields by the method of 240, 3, an amino-acid identical with 
isoleucine. 

Fusel-oil is a by-product in the alcoholic fermentation (43). 
EnHLicH has proved that it is not derived from the sugars, 
but from leucine and isoleucine formed by decomposition of the 
proteins present in the fermenting liquid. These proteins are con- 
stituents of the grain, potatoes, and other material employed in 
the manufacture of alcohol. "When sugar is fermented with a pure 
yeast-culture in presence of leucine, tsobutylcarbinol is formed as a 
by-product: with isoleucine secondary butylcarbinol results. 
These two amy! alcohols.are the principal constituents of fusel-oil 
(47). 

The mechanism of the decomposition of amino-acids by yeast, 
or their alcoholic fermentation, is, in general, expressed by the 
equation 

JR: CH(NH): COOH -H;0 - R:CH:,OH +CO;+NHs. 

The leucine obtained from proteins is optically active: its for- 
mula contains an asymmetric carbon atom. 

243. Asparagine is often present in sprouting seeds; to the ex- 
tent of 20-30 per cent. in dried lupine-seeds. It is aminosuccinamic 
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acid, C2H3(N He) б 2 since on hydrolysis it is converted into 


aminosuccinic acid (aspartic acid), COOH -CH(NH-)-CH2-COOH, 
the structure of which is inferred from its conversion into malic 
acid by treatment with nitrous acid. Asparagine prepared from 
seeds is sometimes dextro-rotatory, but generally le&vo-rotatory. 
The former is sweet, the latter tasteless. 

Homologous with asparagine is glutamine or glutamic acid, a con- 
stituent of the seeds of sprouting plants. It is the amic acid (163) 
of a-aminoglutaric acid, COOH -CH(NH2) -CH2-CH2-COOH. 

In addition to the monoamino-acids, diamino-acids are also 
obtained by decomposing proteins with acids. Some of them 
merit description. 

Lysine, CgH,402Nz, is decomposed by putrefaction-bacilli with 
formation of pentamethylenediamine (159): it has the formula 


NH;-CH;- (CH,)s-CH< Q3,,, and is an ae-aminocaproic acid. 


Ei. FiscHer has proved this formula by synthesis. On bring- 
ing ethyl monosodiomalonate into contact with y-chlorobutyro- 
nitrile, ethyl y-cyanopropylmalonate is formed: 


(COOC:H;):CHNa +Cl-CH:*CH:*CH:-CN —> 
Ethyl monosodiomalonate *Y -Chlorobutyronitrile 


= (СООС,Н,),СН e (CHa): : CN. 


Ethyl y-cyanopropylmalonate 


Treatment with ethyl nitrite and sodium ethoxide converts this 
ester by elimination of a carbethoxyl-group into the sodium salt of 
an oxime: 


T 
NC-(CH,),-CH< COCHE + NC-(CH,);-C< СОСН; 


Oxime 


Reduction of this oxime with sodium and alcohol converts the NOH- 
group into NH,, and the CN-group into CH;NH;, with formation of 
inactive lysine, 


CH,NH,- (CHjs-CH « NOB n. 


Ornithine is the next lower homologue of lysine, and has the 
formula C,H,,0.N, or NH,-CH,-CH,-CH,-CH(NH,)-COOH. Bac- 
teria convert it into putrescine or tetramethylenediamine (159). 
Its structure is proved by Emit FiscHer’s synthesis (349). 
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THE WALDEN INVERSION AND THE MODE OF LINKING OF 
ATOMS. 


244. When one group attached to an asymmetric carbon atom 
is replaced by another, it is impossible to predict the sign of the 
rotation of the new compound: sometimes it is the same as that 
of the original substance, and sometimes opposite to it. By a 
series of substitutions, WALDEN has transformed an optically active 
compound into its optical antipode. On treatment with moist 
silver oxide, /-chlorosuccinic acid was converted into [-malic acid, 
and this substance was transformed by means of phosphorus penta- 
chloride into d-chlorosuccinnic acid On the other hand, starting 
from d-chlorosuccinic acid, the same operation yielded /-chlorosuc- 
cinic acid. These transformations are indicated in the cyclic scheme 


l-Malic acid. 
PU. — AgOH | Pa. 
d@-Malic acide ————————d-Chlorosuccinic acid. 





LChlorosuccinic acid: 


The following is another reaction-cycle, worked out by Emr, 
FiscHEr: 
| NOBr 





d-Alanine l-Bromopropionic acid. 
d-Bromopropionic acide————— ——Tl-Alanine. 


Here the transposition probably took place during the replacement 
of the amino-group by bromine under the influence of nitrosyl 
| bromide, and not hy the action of ammonia, since, with widely 
different experimental conditions, the same product with a similar 
sign of rotation always resulted in the latter operation. Although 
d-alanine reacted with nitrosyl bromide to form /-bromopropionic 
acid, its ester under identical conditions yielded d-bromopro- 

pionic acid. 
SENTER has discovered many other examples cf the WALDEN 
inversion, and demonstrated the complex nature of the phenomenon. 


The conversion of an optically active compound into its 
optical isomeride necessitates an interchange of position between 
two of the groups or atoms linked to the asymmetric carbon atom. 
In Fig. 70, the transformation of I. into II. only requires B and D, 
for example, to exchange positions. An experimental demonstra- 
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Fia. 70.—CoNvERSION OF AN OPTICALLY ACTIVE SUBSTANCE INTO ITS OPTICAL 
ISOMERIDE. 


tion of this fact has been attained by the series of changes indi- 
cated in the scheme 


CH; CONH: CH; ONH; 
aC Loo — — 
H/  NCOOCH; 


eme, E008 C3H7 COOH 

- roms 
H COOCHs H CONH2 
Although there was no change of position, the group CONH: was 
transformed into COOH, and COOH into CONHa. The rotation 
of the initial product proved to be opposite in sign to that of the 
final product. 

In WALDEN's inversion or in a racemisation there must be a 
true exchange of position between two groups. In accordance with 
the views ot atomic linking hitherto accepted, this process could 
only be possible through a momentary severance of the two 
groups from the asymmetric carbon atom, followed by a reunion 
at the reverse positions. The transformation of maleic acid into 
fumaric acid and its reversal (171) would also involve either a 
momentary rupture of the double bond, followed by reunion 
of the residues at the reverse positions; or an exchange of posi- 
tion between H and COOH would be necessary. 

There is one very important objection to the acceptance of 
this view. Almost all reactions of this type are quantitative, a 
result not to be anticipated in a process involving the molecular 
disintegration attendant on the scission of two groups from one 
carbon atom. \ 
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The modern view of atomic structure has eliminated this 
difficulty. It assumes the atoms to consist of an electroposi- 
tively charged sphere and negatively charged electrons, the 
dimensions of the electrons being very small in comparison with 
those of the sphere. Stark postulates the presence of a number of 
electrons within the sphere, and also assumes a number equal to 
the valency of the atom to be situated on the surface of the 
sphere. For the carbon atom this number is four. He has 
suggested the name “ Valency-electrons " for those on the surface. 

In the union of two carbon atoms by a single bond, Starx 
regards one electron of each carbon atom to be involved, the lines 
of force of each being partially directed towards the positively 

е6 charged sphere of the other 
aa carbon atom, as indicated 
in Fig. 71. 

The theory thus outlined 

does not demand a rupture 


of the linkings during an 





exchange of position by two 
Fic. 71.—Sinate Linxina BETWEEN Two &TOUDS, but only requires a 
CARBON ATOMS. simple transposition on the 


surface of the sphere of 
the valency-electrons and the attached atoms. It affords an 
explanation of the quantitative nature both of racemisation and 
of the conversion of a doubly-linked cis-form into the correspond- 
ing trans-modification. 

This hypothesis also serves to explain the WALDEN inversion. 
The interaction of d-bromopropionic acid (I.) and silver hydroxide 
can follow two different courses. One of them involves direct 
action on the bromine atom, and its replacement by the hydroxyl- 
group. The lactic acid thus formed has the same configuration 
as the bromopropionic acid, and there has been no inversion. 
Substitution of bromine for the hydroxyl-group by the aid of 
phosphorus pentabromide or another reagent regenerates the 
original acid. 

In the other type of reaction, the molecule of silver hydroxide 
attacks that of the bromopropionic acid as indicated in I., the 
valency-electron of the silver atom penetrating between CH3, 
H, and COOH. After fission of the silver bromide, the repul- 
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sion exerted by the valency-electron of the hydroxyl-group on 
the valency-electrons of the other three groups compels them to . 
assume the positions indicated in II. On replacing the hydroxyl- 
group by bromine by the aid of phosphorus penta-bromide 
or another reagent, a substance of formula III. is obtained. 
It is the optical antipode of I., as can be proved by rotating III. 
through 180°, the resulting configuration being represented by IV. 
In this instance a WALDEN inversion has taken place. 


Br H H r 
C CH OOH CH COOH б 
С 
СН; \ COOH COOH H, 
OH r H 
AgOH 
I II III IV 


STARK's hypothesis also indicates a tetrahedral grouping round 
the carbon atom. Since the electrons repel one another, but are 
also attracted to the sphere by its positive charge, they take up 
positions as far apart as possible on the spherical surface. Location 
of the electrons at the angles of a regular tetrahedron with its 
centre coincident with that of the sphere fulfils this condition. 

The strain-theory of von BAEYER (120) is also in accord with 
Srarx’s hypothesis. When the valency-electrons are forced 
into closer contiguity, their mutual repulsion operates in an 
endeavour to restore them to their original positions. 


ETHYL DIAZOACETATE. 


245. CURTIUS has obtained a yellow oil of characteristic odour 
by the action of nitrous acid on the ethyl ester of glycine: this 
substance has the formula C4gH,g02N¢e, and explodes when heated. 
The method of its formation is indicated in the following equation: 


N 
C;H500C- CH;. NH;-- HNO; - C;Hs00€-CHQ. || -- 2H30. 


Glycine ethyl ester N 


It is ethyl diazoacetate, and is also called diazoacetic ester. 

The structural formula indicated is proved by numerous trans- 
formations: they can be classified in three divisions. 

I. The first group includes the reactions involving the elimina- 
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tion of the diazo-nitrogen. As an example may be cited the 
conversion of ethyl diazoacetate into ethyl glycollate by treat- 
ment with dilute acids: 


AN] H /H 
C2H500C. CH [Oke tae OC ea TN; 
| H 


Brenpia discovered that this reaction is greatly accelerated by 
the catalytic agency of hydrogen ions, and on this observation he 
has based one of the best methods for the detection and’ quan- 
titative estimation of such ions. 

Concentrated hydrochloric acid yields analogously ethyl 
monochloroacetate, and iodine ethy] di-iodoacetate. Organic acids 
produce acidylglycollic acid esters: 


H N 
СНз. СОО + н. COOC2H; = CH3. б) >СНн.СООС»Н»5-+ No. 


> 


Near its boiling-point ethyl diazoacetate loses all its nitrogen, 
with formation of ethyl fumarate: | 
СН.СООСН; 


2N3CH- COOC;H; — 2N; 4- || 
CH-COOC;Hs 


II. In the second group of reactions the nitrogen is not 
evolved as gas, but one of the bonds between the diazo-group and 
carbon is severed, with formation of pyrazole-derivatives (399). 

III. The third group comprises addition-reactions involving 
the transformation of the double bond between the nitrogen atoms 
into a single bond. An example is the addition of hydrogen to 
form hydrazinoacetic acid, a compound decomposed by acids at 
the ordinary temperature into glyoxylic acid and a hydrazine salt: 


NH 
| CH. COOH + H280, + Hz0=NzH,-H280, +CHO-COOH. 
H 


Hydrasinoacetic acid '  Hydrasine Glyoxylic acid 
sulphate 
The hydrogen atom of the CHNo-group is replaceable by 
metals, sodium dissolving in ethyl diazoacetate with evolution 
of hydrogen. 


PROTEINS. 


246. Proteins are compounds of great importance in the 
animal and vegetable kingdoms, but of such complex structure 
that their chemical investigation is a matter of extreme difficulty. 
Their great physiological importance is made apparent by the 
fact that the dry material in animal bodies—apart from the 
mineral constituents and fats—consists almost wholly of pro- 
teins, by their being an essential constituent of each living 
plant-cell, and by their forming the most important part of 
human and animal food. An animal can exist without ‘fats jc 
and carbohydrates for a protracted period, but its death is - 
assured by the withdrawal of proteins from its nourishment. 

The investigation of the proteins is rendered difficult not only 
by their complex structure, but also by the fact that, with few 
exceptions, they do not crystallize, and cannot be distilled without 
undergoing decomposition, so that advantage cannot be taken of 
these valuable aids in the isolation of individual substances. 
Moreover, many proteins change very readily into other sub- 
stances, and the distinctions between the different varieties are 
sometimes by no means well defined. 

À number of groups of nitrogenous compounds are classed as 
proteins. Since they sometimes exhibit great differences in 
physical and chemical behaviour, it is necessary first to state the 
general properties characteristic of them. They contain only 
five elements, and do not differ much from one another in com- 
position, as the table indicates. 


Сатбои 2. оооло кина Ын 50-55 рег сеп}. 
Нуатобепй „арен? 6-5-7-3 T 
Митодеп.................... 15-1746” 
OXYGEN 32 ss sie ant aw oan 19-24 
ОРУН НИ 0-3-5 " 


Those of one variety, called phospho-proteins, also contain phos- 


horus. 
P 331 
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The solutions of all proteins are optically active and levo- 
rotatory. The proteins are colloids (‘‘ Inorganic Chemistry,’’ 196); 
they are, therefore, unable to diffuse through parchment-paper. 
Advantage is often taken of this property in separating them from 
salts and other crystalloids (loc. cit.). Some of them have been 
obtained crystalline, among them serum-albumin: most of them 
are white, amorphous powders without definite melting-points. 
On heating, they carbonize, with evolution of gases. 

Many, but not all proteins can be “ salted out ” from solution. 
This “ salting-out " is an important aid in identifying and separat- 
ing the different varieties: usually common salt or magnesium 
sulphate is employed. It is remarkable that all proteins can be 
completely salted out from their solutions in both neutral and acid 
liquids by saturation with ammonium sulphate. The albumins 
can be fractionally precipitated from aqueous solutions by gradu- 
ally increasing the concentration of the ammonium-sulphate solu- 
tion. The point of concentration at which a salt begins to pre- 
cipitate a protein is just as characteristic for the latter as, for 
example, the solubility is for a crystalline substance. When the 
salting-out is effected at ordinary temperatures, it causes no change 
in the properties of the proteins: their solubilities after the opera- 
tion are the same as before it. 

247. Addition of alcohol precipitates proteins unchanged from 
aqueous solution: strong alcohol coagulates them, as also does boil- 
ing with water. For each albumin there is a definite coagulation- 
point: in other words, each albumin coagulates at a definite 
temperature. On coagulation, the differences in solubility 
between the proteins vanish: all are rendered insoluble in neutral 
solvents, and can be brought into solution again only by treatment 
with dilute caustic alkalis or with mineral acids. A solution, 
which behaves exactly like the solutions thus obtained, can be 
prepared by boiling uncoagulated albumins with a large excess of 
acetic acid or caustic alkali. 

In this process the albumins undergo a change called denatura- 
tion. They cease to be coagulable by heat, but their composition 
remains unaltered. The products are called meta-proteins. When 
the hydrolysis was effected with alkali, the product was formerly 
termed an albuminate or alkali-albumin, when an acid was em- 
ployed, a syntonin or acid-alhbumin. The meta-proteins are 
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insoluble in water, but soluble in dilute acids and alkalis. They 
are precipitated by neutralizing their solutions. 

The proteins are precipitated from solution by various sub- 
stances, either by coagulation or by the formation of compounds 
insoluble in water. Coagulation is effected by the addition of 
mineral acids, preferably nitric acid. 

The formation of compounds insoluble in water results on 
addition of salts of most of the heavy metals, especially copper 
sulphate, ferric chloride, and an acidified solution of mercuric 
chloride. The proteins, therefore, behave like weak acids, which 
with the oxides of these metals yield compounds of the nature of 
salts. 

Some weak acids yield insoluble compounds with the proteins, 
which, therefore, also behave as bases: im this respect they ex- 
hibit complete analogy to their main decomposition-products, the 
amino-acids. Among these weak acids are tannic acid, picric acid. 
phosphotungstic acid, and others. The proteins are completely 
precipitated from solution by phosphotungstic acid: this method, 
in addition to coagulation by boiling, and precipitation by alcohol, 
is employed to separate dissolved proteins from solution. 

Various tests for proteins are known, among them the following: 

1. Millon's reagen', a solution of mercuric nitrate containing 
nitrous acid, yields a red, coagulated mass on boiling. 

2. The xanthoprotein-reaction consists in the formation of a 
yellow coloration on treatment with warm nitric acid. 

3. The biuret-reaction depends upon the formation of a fine 
red to violet coloration when potassium hydroxide is added to a 
protein, and then a 2 per cent. solution of copper sulphate drop 
by drop. This reaction derives its name from the fact that 
biuret, on similar treatment, gives the same coloration (267). 

4, Addition of 1 drop of formaldehyde to a solution of 5 drops 
of egg-albumin in 3c.c. of concentrated sulphuric acid produces a 
yellow coloration, changed to violet by addition of 1 drop of a solu- 
tion of a nitrite. The reaction is due to the presence of tryptophan. 


Nomenclature. 


248. The CHemicat Society or Lonpon, the ENGLIsH PaHys- 
XOLOGICAL Society, the AMERICAN PuysioLoaicaL Society, and 
the AMERICAN Society oF BioLocicaL CHEMISTS have adopted 
the following system of nomenclature for the proteins. 
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l. Protamines. — They are the simplest members of the 

group. Examples are salmine and sturine, isolated from fish- 
sperm. 
2. Histones.—They are more complex than the protamines, 
but probably each class gradually merges into the other. They 
are exemplified by the histones separated by KossEL from blood- 
corpuscles. Precipitability by ammonia is one of their distin- 
guishing features. 

3. Albumins.—ZEgg-albumin, serum-albumin, and lact-albumin 
are typical examples. 

4, Globulins.—They differ from the albumins in solubility. 
They are more readily salted out from solution than the albumins. 
Examples are serum-globulin, fibrinogen, and such globulin- 
derivatives as fibrin and myosin.* 

5. Glutelins.—Alkali-soluble proteins of vegetable origin. 
They are closely related to the globulins. 

6. Gliadins.—Alcohol-soluble proteins found in the vegetable 
kingdom. The principal member of the group is gliadin, and 
RosENHEIM has suggested that the class to which it belongs 
should be designated by its name. 

7. Phospho-proteins.—Examples are vitellin, caseinogen (the 
principal protein of milk), and casein (obtained from caseinogen 
by the action of rennet).T 

8. Sclero-proteins.{—This class include3 such substances as 
gelatin, chondrin, elastin, and kera‘in. The prefix indicates the 


* The carbohydrate-radical separable in sma!'l quantitiesfrom many mem- 
bers of Classes 3 and 4 is probably not to be considered as a “prosthetic 
group”; as it is in the glucoproteins (9, c). Tne term myosin is restricted 
to the final product formed during rigor mortis. Уоч Ебвтн’в ' soluble 
myogen-fibrin " should be called soluble myosin. The two chief proteins of the 
musc'e-plasma are termed paramyosinogen and myosinogen. 

t The prefix * nucleo-" frequently used in relation to this class is incorrect 
and misleading. The American Societies include this group with the conju- 
gat<d proteins (9). Since the phosphorus-containing radical is not eliminated 
from the phospho-proteins like a true prosthetic group, and their cleavage- 
products contain phosphorus, the English Societies prefer the arrangement 
indicated. 

f This term replaces the word “albuminoid”’ in the limited sense in which 
most physiologists have employed it, but the American Societies retain the 
old name. 
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skeletal origin of its members, and the insolubility of many of 
them. 

9. Conjugated Proteins.*—They are substances in which the 
protein molecule is united to a prosthetic group. The principal 
subdivisions are 

a. NUCLEO-PROTEINS.—An example is guanylic acid, isolated 
from the pancreas, liver, spleen, and mammary gland. 

b. CHROMO-PROTEINS.|—Hemoglobin is a type. 

c. GLUCO-PROTEINS.—They are exemplified by the mucins. 

10. Protein-derivatives.{—They comprise the products of 
protein-hydrolysis, and are classed in four divisions. 

а. META-PROTEINS.—This group includes the substances 
formerly classed as “albuminates” or ''alkali-albumins," and 
** syntonins " or '' acid-albumins," obtained by the action of an 
alkali or an acid respectively on albumins and globulins. The 
name meta-proteins is preferable because (1) they are derived 
from globulins as well as albumins, and (2) the termination ate 
implies a salt. 

b. PRoTEOsES.—They include such substances as albumose, 
globulose, and gelatose. 

c. PEPTONES.—Further products of hydrolysis which resemble 
the proteins in answering the biuret-test, but, unlike them, 
cannot be salted out from solution. 

d. PoLvPEPTIDES.—Products of cleavage beyond the peptone 
Stage containing two or more amino-acid-residues. Most of them 
are synthetical substances, but some of them have been separated 


+ Тһе American Societies add “ lecitho-proteins’’ to this class, but their 
English confréres object on account of the uncertainty as to whether these 
substances are mechanical mixtures, adsorption-compounds, or true chemical 
combinations. 

t The American Societies employ the term “Hæmoglobins” for chromo- 
proteins. 

f The American Societies include two additional classes in this group: 
*proteans," insoluble products apparently resulting from the incipient 
action of water, very dilute acids, or enzymes; and ‘‘coagulated proteins,” 
formed by the action of heat or of alcohol. They are of an ill-defined nature, 
and the English Societies consider that it is better notto single out for special 
mention a few of the infinite varieties of insoluble modifications exhibited by 
proteins. 
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from the products of protein-hydrolysis. Most of those hitherto 
prepared do not answer the biuret-test. 

249. Particulars of some of the classes named are appended. 

The albumins are the best known and most readily obtained 
of the proteins: all form well-defined crystals, and they are 
therefore probably among the few proteins known to be individual 
chemical compounds; although it has not been proved that these 
crystals are not mixed crystals containing two or more analogous 
individuals. They dissolve in water. 

Their neutral solutions cannot be salted out with sodium 
chloride, magnesium sulphate, or a semi-saturated solution of 
ammonium sulphate—a method of separating them from the 
globulins, which always occur along with them. 

The globulins are further distinguished from the albumins by 
being insoluble in water, although they dissolve in dilute, neutral 
salt solutions, and in solutions of alkali-metal carbonates. At 30° 
they can be completely salted out by magnesium sulphate, and 
partly by sodium chloride. They have not been obtained erystal- 
line. 

The phospho-proteins contain phosphorus, and have a distinctly 
acidic character. All of them turn blue litmus red, and in the 
free state they are only slightly soluble in water, though their 
alkali-metal salts and ammonium salts are freely soluble. The 
solutions of their salts do not coagulate, and can be boiled without 
undergoing any change. 

The sclero-proteins differ somewhat in character from the 
albumins. They occur in the animal economy only in the undis- 
solved state, being the organic constituents of the skeleton and 
the epidermis. They include various substances, such as keratin, 
elastin, gelatin, collagen, and chondrin. 

Keratin is the principal constituent of the epidermis, hair, nails, 
hoofs, and feathers. It is particularly rich in sulphur, of which 
it contains between four and five per cent. Its decomposition- 
products resemble those of the albumins. With nitric acid it 
gives the xanthoprotein-reaction, the origin of the yellow 
colour developed when nitric acid comes into contact with the 
skin. 

Elastin is the substance constituting the fibres of connective 
tissue. Its decomposition-products have the same qualitative 
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composition as those obtained from the albumins. It is insol- 
uble in dilute acids and caustic alkalis. 

The collagens are the principal sclero-proteins of the animal 
body, and the main constituent of connective tissue, such as bone 
and white fibrous tissue. In several respects they differ from 
the albumins: they contain 17-9 per cent. of nitrogen; they 
have not an aromatic nucleus; on hydrolysis, they do not yield 
tyrosine (352), their chief decomposition-product being glycine, 
which is accompanied by leucine, aspartic acid, and glutamic 
acid. 

When boiled with water, the collagens are transformed into 
gelatin. This substance is not precipitated from solution by 
nitric acid or other mineral acids, but it is precipitated by 
mercuric chloride in presence of hydrochloric acid and by tan- 
nic acid. 

Chondrin is obtained by extracting cartilage with boiling water, 
the solution gelatinating as it cools. Acetic acid precipitates 
chondrin from solution. When boiled with dilute acids, chondrin 
yields a decomposition-product, chondrosin, which reduces FEH- 
LING’s solution. Chondrin is a derivative of gelatin and chon- 
droitinsulphuric acid. 

In the inferior orders of animal life a series of substances 
has been discovered approximating inore or less closely in chemical 
properties to the collagens and to elastin. Among them is spongin, 
the principal constituent of sponges, which is much more stable 
towards caustic soda and baryta-water than collagen. When 
completely hydrolyzed by boiling with dilute sulphuric acid, it 
yields leucine and glycine, but no tyrosine, proving it to be a 
collagen. 

On prolonged boiling with water, silk is converted into fibroin, 
which is not decomposed by water even at 200°, and sericin, or 
silk-gum. 

Cornein is the organic constituent of coral. On hydrolysis, 
it yields leucine and an aromatic substance of unknown com- 
position. 

250. Nearly related to the albumins are the coujugated proteins, 
compounds of proteins with other substances, usually of a very 
complex nature. Like the albumins, they are insoluble ip alcohol, 
by which most of them are coagulated. 
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Nucleo-proteins derive their name from the fact that they are 
the principal constituents of the cell-nuclei. They are com- 
binations of proteins with phosphoric acid or nucleic acids 
(Nucleus, important part of the cells of animals or plants). А 
nucleic acid is phosphoric acid which is partially saturated by 
union with basic substances, such as hypoxanthine, guanine, 
xanthine, etc. The composition of the nucleo-proteins differs 
considerably from that of the albumins: they contain about 
41 per cent. of carbon, 31 per cent. of oxygen, and 5-7 per cent. 
of phosphorus. 

The nucleo-proteins have a markedly acidic character: they 
are soluble in water and very soluble in caustic alkalis. They 
answer to the protein colour-tests. 

Chromo-proteins are compounds of proteins with substances 
containing iron, hemoglobin being the dye of red blood-corpuscles. 
It decomposes into globin and hematin. In the lungs it unites 
readily with the oxygen of respired air, yielding oryhemoglobin. 
This substance readily gives up its oxygen, and thus the oxidation- 
processes which maintain the heat of the animal body are carried 
on. It unites with carbon monoxide to form carbonyl-hemoglobin, 
which is unable to combine with oxygen: on this reaction depends 
the poisonous nature of carbon monoxide. 

On treatment with acetic acid and sodium chloride, oxyhemo- 
globin yields the hydrochloride of hematin, called hemin, which 
crystallizes in characteristic, microscopic plates of a brown-red 
colour. The reaction furnishes a delicate test for blood. 

Gluco-proteins are compounds of proteins and carbohydrates. 
They include the mucins, which, like the nucleo-proteins, are 
acidic in character. They are insoluble in water, but soluble in a 
small quantity of lime-water or alkali solution. The liquid thus 
obtained is neutral, has a glutinous appearance, and is not coagu- 
Jated by boiling. Unlike the solutions of the albumins, these 
solutions are not precipitated by nitric acid. When boiled with 
acids or caustic alkalis, they yield either syntonins or peptones, 
together with carbohydrates. The presence of the nitrogen-free 
carbohydrates makes the percentage-amount of nitrogen in the 
mucins considerably less than in the albumins: its value lies 
between 11-7 and 12-3 per cent. 

Meta-proteins are mentione:] in 247. 
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Proteoses and peptones can be obtained from all proteins by 
suitable hydrolysis. They have the protein-character, being 
insoluble in alcohol, and answering the xanthoprotein-test and 
biuret-test (247, 2 and 3). They are produced during digestion 
by the action of gastric juice on proteins, and are to be regarded 
as intermediate products in the hydrolysis of proteins, the pro- 
teoses being nearer the proteins, and the peptones nearer the 
amino-acids. 


The Structure of the Protein Molecule. 


251. During last century experimental evidence of the complex 
structure of the protein molecule was accumulated, an important 
point being the great number of substances formed by the decom- 
position of albumin. On dry distillation it yields a black oil 
containing many nitrogen bases; hydrocyanic acid, sulphuretted 
hydrogen, carbon dioxide, water, benzene, and its homologues, 
and numerous other bodies being also formed. Both putrefaction 
and fusion with potassium hydroxide yield ammonia, sulphuretted 
hydrogen, volatile fatty acids such as butyric acid and valeric 
acid, amino-acids like leucine and tyrosine, scatole, ptomalnes, 
p-cresol, and other products. By oxidation with various agents 
it has been possible to isolate hydrocyanic acid, nitriles, benzoic 
acid, numerous volatile fatty acids, and other substances. 

New products have resulted from each fresh mode of attack, 
but the analytical methods employed have not shed any light on 
the structure of the protein molecule, since they yield chiefly 
amorphous and ill-defined substances. The first important step 
towards the solution of the problem was made by ScuürzEw- 
BERGER when he obtained only crystalline derivatives by heating 
proteins with bartya-water in an autoclave at 200° for several 
hours. After removal of the barium, the weight of the decom- 
position-products formed exceeded that of the initial proteins, 
proving that the baryta-water had effected addition of the 
elements of water, thus hydrolyzing the proteins to crystalline 
derivatives. 

It was impossible to effect complete separation of the very 
complex mixture thus obtained, but some of the less soluble con- 
stituents, such as leucine and tyrosine, were isolated. The 
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presence in the reaction-product of a number of amino-acids was 
proved by its properties and the results of analysis. SCHÜTZEN- 
BERGER’S brilliant research was rendered more difficult by the 
necessity of making several hundred analyses. The most import- 
ant conclusion to be drawn from it is, that the amino-acids con- 
stitute the foundation-stones of the protein;, just as the monoses 
_are the basis of the polyoses (225). The fission-products obtained 
by earlier experimenters were formed by decomposition of the 
amino-acids. 

252. SCHUTZENBERGER did not succeed in separating the 
various amino-acids from the mixture obtained by his method of 
fractional crystallization, but the identification of the various 
amino-acids derivable from the individual proteins would be 
insufficient for a complete comprehension of the structure of the 
protein molecule: the proportion of each acid must also be deter- 
mined by separation of the complex mixture into its individual 
constituents. By esterification of the amino-acids (241) and 
fractional distillation in vacuo of the mixture of esters, Ex. 
F;scHER succeeded not only in isolating the principal constituents, 
but also in attaining an approximate insight into their relative 
proportions in the different proteins. His classical researches 
have enabled the products of protein-hydrolysis to be classified 
in six divisions. 

1. Monobasic monoamino-acids.—Glycine, alanine, a-amino- 
valeric acid, leucine (242), and phenylalanine, | 

СеН5. СН. СНМН,. СООН. 

2. Dibasic monoamino-acids.— Aspartic acid and glutamic 
acid or aminoglutaric acid. 

3. Diamino-acids.—Ornithine and lysine (243). In the same 
category may be included arginine, obtained by addition of cyan- 
amide to ornithine (270). 

4, Hydroxyamino-acids.—Tyrosine (352) has been known for a 
longtime. Of more recent date is serine, CHZOH-CHNH2- COOH, 
which is synthesized from glycollaldehyde: 

cH,0H.CH + HCN сн,он.снох; 
+NH3— CH,OH-CHNH2-COOH (240, 3). 
This synthesis indicates the constitution of serine, and further 
confirmation is afforded by its reduction to a-alanine. 
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To this class also belongs the complicated diaminotrihydrozy- 
dodecanic acid, Cı2H2605N2, a decomposition-product of casein. 

5. Compounds with a closed chain containing nitrogen.— 
a-Tetrahydropyrrolecarborylic acid or proline, and hydrorytetra- 
hydropyrrolecarborylic acid or hydroxyproline, are examples of 
such derivatives. Tryptophan (403), Ci:Hi202Ne2, contains a 
similar chain: probably scatole (403) which causes the character- 
istic odour of human feces, is derived from this fission-product 
of proteins. Tryptophan is characterized by the formation of a 
violet coloration or precipitate on addition of bromine-water. 


NH-CH 
Histidine, ) ŅC-CH2-CH(NH2)-COOH, СИЕ ГА 
H=N 


cation is a degradation-product of almost allalbumins. Its racemic 
form has been synthesized, and resolved into its optical isomerides. 
6. Compounds containing sulphur.—The only representative 
of this class is cystine, CgH,;204N2Se, which as early as the begin- 
ning of last century was identified by WoLLASTON as the principal 
constituent of certain gall-stones. It has the formula 


COOH:-CHNH2-CH,S—SCH2- CHNH2- COOH. 


On reduction it is converted into cysteine, COOH -CHNH,-CH.SH, 
from which atmospheric oxidation regenerates cystine. 

The constitution of cystine is proved by its formation from the 
benzoyl ester of serine (in which the benzoyl-group is attached to 
nitrogen): fusion with phosphorus pentasulphide converts the 
CH,OH-group in this ester into a CH2SH-group. On elimination 
of benzoyl, cysteine is obtained. 

Emit FiscHer has found that the hydrolysis of proteins can 
be more readily effected by boiling with concentrated hydro- 
chloric acid, or sulphuric acid of 25 per cent. strength, than by 
SCHÜTZENBERGER's baryta-water method. 

EMIL FIscHER’s ester-method has rendered possible the 
approximate quantitative estimation of the products of protein- 
hydrolysis. In the following brief summary of the results ob- 
tained it should be noted that usually not more, and often less, 
than 70 per cent. of the protein is recovered in the form of 
definite compounds, there being a considerable residue which 
cannot be identified on account of experimental difficulties. 


-— ——À a 
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On decomposition, some proteins yield almost exclusively a 
single amino-acid. Examples of such relatively simple proteins 
are salmine and clupeine, isolated by KossEL from the testicles 
of the salmon and herring respectively. On hydrolysis the first 
yields 84-3 per cent. of arginine, and the second 82-2 per cent. 

Usually, however, the proteins yield a series of amino-acids, 
the proportions of the individual constituents varying between 
wide limits. In most proteins leucine (242) is the principal con- 
stituent, as in hemoglobin (250), keratin, and elastin (249). It 
is only in fibroin and in gelatin (249) that glycine predomi- 
nates. Of the dibasic amino-acids, aspartic acid (243) is generally 
present in small proportion. Casein (248, 7) contains a relatively 
large amount of glutamic acid. Tyrosine is the principal decom- 
position-product of fibroin: alanine and glycine are formed in 
smaller proportions. Cystine is an important constituent of 
keratin: from cow-hair as much as 8 per cent. of it has been 
obtained, and, on hydrolysis, human hair also yields a large 
proportion. 

The table summarizes the percentage-composition of a few 
proteins with respect to certain constituents. 


Н ето- Keratin : 
globin. Casein. | Gelatin. (from hair) Fibrotn 
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253. Having elucidated the basis of the protein molecule, 
EMIL FISCHER applied himself to the solution of the greatest 
problem of organic chemistry—the synthesis of the proteins. It 
has long been thought that the amino-acids of the protein molecule 
are linked by their amino-groups, as in glycylglycine, 


NH,-CH,-CO—NH-CH;-COOH, 
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in which the amino-group of one molecule of glycine has become 
united with the carboxyl-group of another molecule, as in the 
formation of acid amides. This hypothesis was confirmed by 
the researches of EMiL FiscHER. He succeeded, by employing a 
number of synthetic methods, in uniting various amino-acid- 
residues, and named the resulting compounds polypeptides. 
They display great analogy to the natural peptones (248, 10, c). 
Their synthesis proves that they have the structure indicated. 


It is not possible to give here a detailed description of these 
synthetic methods, but a brief review will not be out of place. On 
heating, the esters of amino-acids are converted into anhydrides, 
with elimination of two molecules of alcohol, the reaction some- 
times taking place even at ordinary temperatures: 


2NH,-CH,-COOC,H, = 2C;H,0H+NH “бк eae NH. 


Glycine ethyl ester Diketopiperasine 
(GOD d de) 


Under the influence of dilute caustic potash, this anhydride takes 
up one molecule of water, yielding a dipeptide, glycylglycine: 


NH «CÓ CH:., Ng 1 H,0 - NH,.CH,. CO—NH-CH;.COOH. 
CH,—CO 


Glycylglycine 
When a dipeptide is treated with phosphorus pentachloride in 
acetyl.chloride solution, the carboxyl-group is changed to СОС], 
and the residue of this acid chloride can be introduced into other 
amino-acids: 


МН,.СН,.СО—МН.СН,.СОСІ+Н,М.СН,. СООС,Н, = 
= NH,-CH,-CO—NH.CH,-CO—NH-CH,-COOC,H,+HCl. 


Saponification of this substance yields a tripeptide, and so on. 


The polypetides, especially from the tetrapeptides to the 
octapeptides, are very like the natural peptones, as a short sum- 
mary of the characteristics of both classes will indicate. Most 
of them are soluble in water, and insoluble in alcohol: those 
less soluble are, however, readily dissolved by acids and bases. 
They usually melt above 200° with decomposition, and have a 
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bitter and insipid taste, and are precipitated by phosphotungstic 
acid. They answer the biuret-test (247, 3): for the poly- 
peptides the sensitiveness of the reaction augments with 
increase in the length of the chain. Boiling with concentrated 
hydrochloric acid for about five hours effects complete hydrolysis. 
At ordinary temperatures they are stable towards alkalis. They 
are hydrolyzed by the action of pancreatic juice. 

The highest polypeptide prepared by Emi FISCHER is an 
octadecapeptide containing eighteen amino-acid-residues, fifteen of 
them being glycine-residues and three being leucine-residues. It 
has all the characteristics just enumerated, and had it been first 
discovered in nature, it would certainly have been classed as a 
protein. 

This octadecapeptide has the molecular weight 1213: that of 
most of the fats is much smaller, the figure for tristearin being 
891. It is the most complex substance of known structure 
hitherto obtained by synthesis. ABDERHALDEN’s researches have 
demonstrated the power of animal organisms to form protein 
from a mixture of amino-acids in correct proportion, the basis of 
the proof being the continued existence of animals fed on such 
a mixture. 

The mechanism of this synthesis of proteins must be whol'; 
different from that involved in their production in the laborator- , 
and the same general rule is applicable to the synthetic formati . 
of all natural products. Plants generate dextrose from carbo: 
dioxide and water, and in presence of ammonia they form proteins 
and alkaloids. In the animal organism, the synthesis of proteins 
is accompanied by that of fats. All these processes take place at 
ordinary temperature, and without the aid of concentrated acids, 
phosphorus pentachloride, and other substances essential in 
artificial syntheses; but their mechanism is still very obscure. 

The natural proteins are probably mixtures of various poly- 
peptides for which no mode of separat‘on has been discovered. 


The step-by-step decomposition of fibroin (249) also indicates 
that the amino-acids in the proteins have an amino-linking. When 
it is treated with concentrated hydrochloric acid, sericoin results, 
and is converted by further boiling with the same acid into a peptone. 
Pancreatic juice converts this substance into tyrosine (352), and 
another peptone, which answers the biuret-test. On warming 
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this second peptone with baryta-water, however, it no longer answers 
this test, and a dipeptide, glycylalanine, can be isolated from the 
products of decomposition. 


254. Nothing is known about the molecular weight of the 
proteins, except that it must be very great. Attempts to deter- 
mine it by the cryoscopic method have yielded very small depres- 
sions of the freezing-point. Better results have accrued from 
measurements of the osmotic pressure of their solutions, a depres- 
sion of the freezing-point of 0-001° corresponding with an osmotic 
pressure of approximately 9 mm. of mercury or 125 mm. of water, 
as is proved by a simple calculation.* A solution of the albumin 
of a hen’s egg containing 12-5 g. per litre has an osmotic pressure of 
20 mm. of mercury, and that of a gelatin-solution of similar con- 
centration is 6 mm., the corresponding molecular weights being 
11,000 and 36,000 : 

The proportion of sulphur in the proteins supports the hypoth- 
esis of a high molecular weight. In some varieties it is about 
l per cent. Since there cannot be less than 1 atom, or 32 parts 
by weight, of sulphur in the protein molecule, this percentage 
points to a molecular weight of 3200, assuming the presence of 
only one atom of sulphur in the molecule. The percentage of iron 
in hemoglobin indicates for this protein a molecular weight of 
about 12,500. Other data give 10,000 as. the approximate 
molecular weight of many proteins. But there is no gainsaying 
the fact that these conclusions rest on a very uncertain basis: the 
close analogy between the higher polypeptides and the natural 
proteins makes it probable that the chains of the protein molecule 
do not contain more than about 20 amino-acid-residues. 


* Since the molecular depression (12) AM of water is 19, a 1 per cent. 
aqueous solution of a compound of molecular weight M —19,000 causes a 
Fo oo 707001". At 0°, the osmotic 
pressure of an aqueous solution of a gramme-molecule of the substance, or 
19,000 grammes, diluted to 22-4 litres is equal to 760 mm. of mercury (“ Inor- 
g£3nie Chemistry," 34 and 42). Each litre of such a solution contains 848-2 
grammes. The osmotic pressure exerted by a solution containing 10 grammes 


depression of the freezing-point of 





10 
per litre, or 1 per cent., would therefore be 760 X 848-2" or approximately 
9 millimétres. 
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Even if the difference in the nature and in the number of the 
amino-acids in the protein molecule is alone considered, it is 
evident that an almost infinite variety of proteins is theoretically 
possible. Assuming that the protein molecule contains 20 different 
amino-acid-residues, it can be represented by the scheme 


Аж. А\ө, А1в...42., Ах, 


A being an amino-acid-residue. Each fresh grouping of these 
residues produces a new isomeride. According to the theory of 
permutations, there are possible 20X19X18x ...Xx2X1 or 
approximately 2.3X10!8—2.3 trillion groupings, and hence a 
like number of isomerides. For other reasons this number must 
be greatly increased, the first of them being based on stereo- 
chemical considerations. Some amino-acids contain asymmetric 
carbon atoms: if the protein molecule contains n of them, the 
number of stereoisomerides possible is 2". Assuming that the 
value of n in the foregoing example is 10, each of the 2-3 trillion 
substances could exist in 2!°=1024 optically isomeric forms. 
The second reason is that the group —CO-NH— can also exist 
in the tautomeric form (235) —C(OH):N—. It is evident that 
the number of possible isomerides is almost unlimited. It is so 
great as to make it possible that each of the different kinds of 
living material has its own individual protein; and that the 
infinite variety of forms found in organic nature is partly the 
result of isomerism in the protein molecule. 


| 
| 





CYANOGEN DERIVATIVES. 


Cyanogen, C;N;. 


255. When mercuric cyanide, Hg(CN)2, is heated, it decom. 
poses into mercury, and a gas, cyanogen. A brown, amorphous 
polymeride, paracyanogen, (CN),, is simultaneously formed: on 
heating to a high temperature, it is converted into cyanogen. A 
better method for the preparation of cyanogen is the interaction 
of solutions of potassium cyanide and copper sulphate; cupric 
cyanide is formed, and at once decomposes into cuprous cyanide 
and cyanogen: 


4KCN +2CuSO,4 = 2K2S0,4+Cu2(CN)2+ (CN). 


The reaction is analogous to that between potassium iodide and 
a solution of copper sulphate, from which cuprous iodide and free 
iodine result. 

Cyanogen is closely related to oxalic acid. Thus, when ammo- 
nium oxalate is heated with a dehydrating agent, such as phos- 
phoric oxide, cyanogen is produced: inversely, when cyanogen is 
dissolved in hydrochloric acid, it takes up four molecules of water, 
with formation of ammonium oxalate. These reactions prove 
cyanogen to be the nitrile of oxalic acid, so that its constitutional 
formula is N=C—C=N. 

Cyanogen is also somewhat analogous to the halogens, as its 
preparation from potassium cyanide and copper sulphate indi- 
cates. Moreover, potassium burns in cyanogen as in chlorine, 
with formation of potassium cyanide, KCN; and when cyanogen 
is passed into caustic potash, potassium cyanide, KCN, and potas- 
sium cyanate, KCNO, are produced, the process being analogous 

347 
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to the formation of potassium chloride, KCl, and potassium hypo- 
chlorite, КОО, Бу the action of chlorine on potassium hydroxide 
(^ Inorganic Chemistry," 56). Silver cyanide, like silver chloride, 
is in consistence a cheese-like substance, insoluble in water and 
dilute acids, and soluble in ammonium hydroxide. 

On reduction with sulphurous acid, cyanogen is converted 
slowly into hydrocyanic acid, HCN, whereas the corresponding 
reduction of halogens to hydrogen halides takes place instan- 
taneously. 

At ordinary temperatures cyanogen is a gas of pungent odour: 
its boiling-point is —20-7?. It is excessively poisonous. At high 
temperatures it is stable, but at ordinary temperatures its aqueous 
solution decomposes slowly, depositing a brown, amorphous, 
flocculent precipitate of azulminic acid. Cyanogen is inflammable, 
burning with & peacli-blossom coloured flame. 


Hydrocyanic Acid, HCN. 


256. Hydrocyanic acid is produced by passing & mixture of 
nitrogen and hydrogen over red-hot carbon. An equilibrium 
is attained at one atmosphere of pressure and 2148°, corresponding 
with 4-7 per cent. of hydrocyanic acid. 

When sparks from an induction-coil are passed through a 
mixture of acetylene and nitrogen, hydrocyanic acid (“ prussic 
acid ’’) 1s formed, and, since acetylene can be obtained by direct 
synthesis (126), this reaction furnishes a method of building up 
hydrocyanic acid from its elements. Its synthesis is also effected 
by electrically raising the temperature of a carbon rod to white 
heat in an atmosphere of hydrogen and nitrogen, 4°7 per cent. 
of hydrocyanic acid being formed at 2148°. It is usually pre- 
pared by heating potassium ferrocyanide (25'7) with dilute sul- 
phuric acid, anhydrous hydrocyanic acid being obtained by 
fractional distillation of the aqueous distillate. It is a colourless 
liquid with an odour resembling that of bitter almonds: it boils 
at 26°, and the solid melts at — 14°. 

When pure, hydrocyanic acid is stable, but its aqueous solu- 
tion decomposes with formation of brown, amorphous, insoluble 
substances: the solution contains various compounds, among 
them ammonium formate. 
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Like most cyanogen derivatives, hydrocyanic acid is an exces- 
sively dangerous poison. The inhalation of hydrogen peroxide, or of 
air containing chlorine, is employed as an antidote. Like the mer- 
сигу compounds (^ Inorganic Chemistry," 274), its toxie effect de- 
pends upon the degree of ionization, so that it must be the cyanogen 
ions that exert the poisonous action. Other evidence leads to the 
same conclusion: thus, potassium ferrocyanide, the aqueous solution 
of which contains no cyanogen ions, is non-poisonous. 


Hydrocyanic acid must be looked upon as the nitrile of formic 
acid: H-COOH —H-CN. Its formation by the distillation of 
ammonium formate, and the reverse transformation—referred to 
above—of hydrocyanic acid into ammonium formate by addition 
of two molecules of water, fayour this view, as does also the forma- 
tion of hydrocyanic acid when chloroform, H-CCls, is warmed 
with alcoholic ammonia and caustic potash (145). Methylamine 
is obtained by reduction of hydrocyanic acid: 


H-C=N+4H = H;C-NHg. 


Hydrocyanic acid is one of the weakest acids, its aqueous solu- 
tion having low electric conductivity. 


: Hydrocyanic acid can be obtained from amygdalin, C4H40,,N, 
which is a glucoside (217), and is found in bitter almonds and other 
vegetable-products. In contact with water, amygdalin is decom- 
posed by an enzyme (222), emulsin, also present in bitter almonds, 
into benzaldehyde, hydrocyanic acid, and dextrose: 

С..Н.„О, № --2H,0 = C,H,O +HCN +2С,Н,.О,. 
Amygdalin Bensaldehyde Dextrose 
Substitution of maltase from yeast for emulsin yields only 
a single molecule of dextrose, amygdalic nitrile pem Cu4Hg5i ON, 
being simultaneously formed. 


Cyanides. 


257. The alkali-metal salts of hydrocyanic acid are manu- 
' factured chiefly for the lixiviation of gold and silver ores (‘‘ Inor- 
ganie Chemistry," a45 and 248), three methods being employed 
in their preparation. 

1. Wood-charcoal is heated with metallic sodium in & current 
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of gaseous ammonia at 500°-600°, the primary product being 
sodium cyanamide, NazCNe (260). At a higher temperature 
this substance combines with carbon to form sodium cyanide, 
NaCN: 

2NH3+2Na+C = NaeCN2+3He; 


NaeCNe2+C = 2NaCN. 


2. Crude coal-gas also furnishes & source of hydrocyanic acid 
(^ Inorganic Chemistry," 308). 

3. Spent wash (43) is evaporated, and the residue submitted 
to dry distillation. Hydrocyanic acid is a constituent of the 
gaseous mixture evolved, and can be extracted by absorption in 
alkali. 

When barium carbide is heated in nitrogen, it yields barium 
cyanide: 

Вас: + № = Ba(CN)s. 


This reaction affords a means of preparing cyano-derivatives from 
atmospheric nitrogen. 

A good yield of potassium cyanide, KCN, or sodium. cyanide, 
NaCN, is readily obtained by heating magnesium nitride with 
potassium or sodium carbonate and carbon: 


Mg3Ne2 + Na3COs + C 22NaCN T 3MgO. 


The isolation of the nitride can be avoided by passing mitrogen 
over a mixture of magnesium-powder, sodium carbonate, and 
carbon at elevated temperature: 


3Mg-- Na;COs -- C-- N; -2NaCN 4-3MgO. 


The cyanides of the alkali-metals and of the alkaline-earth- 
metals, and mercuric cyanide, are soluble; other cyanides are in- 
soluble. All have a great tendency to form complex salts, many 
of which, particularly those containing alkali-metals, are soluble 
in water and crystallize well. The preparation and properties of 
some of these salts are described in “ Inorganic Chemistry,’’ 308. 

Potassium cyanide, KON, is obtained by heating potassium 
ferrocyanide, K4Fe(CN)g, to redness: 


K,Fe(CN)¢ =4KCN + ҒеС + №. 
' Potassium cyanide is readily soluble in water, and with difficulty 
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in strong alcohol: it can be fused without undergoing decomposi- 
tion. The aqueous solution is unstable; the potassium cyanide 
takes up two molecules of water, slowly at ordinary temperatures 
and quickly on boiling, with elimination of ammonia, and produc- 
tion of potassium formate: 


KCN +2H20 = HCOOK + NHs3. 


Potassium cyanide always has an odour of hydrocyanic acid, owing 
to the fact that it is decomposed by the carbon dioxide of the 
atmosphere into this compound and potassium carbonate. 

The aqueous solution of potassium cyanide has a strongly alka- 
line reaction, the salt being partially hydrolyzed to hydrocyanic 
acid and caustic potash (‘‘Inorganic Chemistry,” 66). Evidence 
of this decomposition is also afford>d by the possibility of saponi- 
fying esters with a solution of potassium cyanide, this furnishing 
at the same time a method of determining the extent of the hydro- 
lytic decomposition of the salt. 

Potassium ferrocyanide, K4Fe(CN)¢, crystallizesin large,sulphur- 
yellow crystals, with three molecules of water, which can be driven 
off by the application of rent'e heat, leaving a white powder. It is 
not poisonous (256). When warmed with dilute sulphuric acid it 
yields hydrocyanic acid. On.heating with concentrated sulphuric 
acid, carbon monoxide is evolved; in presence of the sulphuric 
acid, the hydrocyanic acid first formed takes up two molecules of 
water, with production of ammonia and formic acid, the latter 
being immediately decomposed by the concentrated sulphuric 
acid into carbon monoxide and water (8r). This method is often 
employed in the preparation of carbon monoxide. 


Cyanic Acid, HCNO. 


258. Cyanic acid is obtained by heating its polymeride, cyanuric 
acid (262), and passing the resulting vapours through a freezing- 
mixture. It is a colourless liquid, stable below 0°. If the flask 
containing it is removed from the freezing-mixture, so that the 
temperature rises above 0°, vigorous ebullition takes place, some- 
times accompanied by loud reports, and the liquid is converted 
into a white, amorphous solid. This transformation was first 
observed by LrEBIG and WónrER, by whom the product was called 
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* insoluble cyanuric acid,” or cyamelide, which is a polymeride of 
cyanic acid, and probably has the formula (HCNO)s. It has, 
however, been shown by SENiER that the transformation-product 
contains only about 30 per cent. of cyamelide, the remainder 
being cyanuric acid: they can be separated by treatment with 
water, in which cyamelide is very sparingly soluble, much less 
go than cyanuric acid. 

The relationship subsisting between cyanic acid, cyanuric acid, 
and cyamelide is explained by the following considerations. At 
ordinary temperatures cyamelide is the stable modification. When 
cooled below 0°, the vapour of cyanuric acid yields cyanic acid, a 
transformation analogous to the condensation of phosphorus-vapour 
at low temperatures to the yellow, and not to the stable red, modi- 
fication. This is due to the fact that at low temperatures the velocity 
of transformation of both the unstable forms is very small. Above 
0° the velocity of transformation of cyanic acid is much greater, and 
the polymeric, stable cyamelide is formed, the process, moreover, 
being considerably accelerated by its own calorific effect. Above 
150° cyamelide is converted into the isomeric cyanuric acid. This 
transformation is analogous to that of rhombic sulphur into mono- 
clinic sulphur, the transition-point being about 150°, although the 
process is so slow that it could not be determined accurately. A 
similar slowness prevents observation of the reverse process, the 
direct transformation of cyanuric acid into cyamelide, so that 
cyanuric acid remains unchanged for an indefinite period at the 
ordinary temperature, although it is an unstable modification. In 
this respect it is comparable with detonating gas (“Inorganic 
Chemistry," 13). 

Above 0? an aqueous solution of cyanic acid changes rapidly 
inco carbon dioxide and ammonia: 


HCNO 4-H30 —- H3N 4-CO,. 

The constitution of cyanic acid itself is unknown, but it yields 
two series of derivatives which may be regarded as respectively 
derived from normal cyanic acid, C$", and from isocyanie acid, 

NH | 

a 

Cyanogen chloride, CNCI, may be looked upon as the chloride of 


normal cyanic acid. It is a very poisonous liquid, and boils at 
15-5°: it can be obtained by the action of chlorine on hydrocyanic 
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acid, and polymerizes readily to cyanuric chloride, CsNsCls. 

Cyanogen chloride is converted by the action of potassium hydrox- 

ide into potassium chloride and potassium cyanate: 
CNCI+2KOH = CNOK+KCI1+H20. 


259. Esters of cyanic acid have not been isolated: they are 
probably formed in the first instance by the action of sodium 
alkoxides upon cyanogen chloride, since the polymeride, ethyl 
cyanurate (CNOC2Hs5)3, can readily be separated from the reaction- 
product (262). : 

Esters of isocyanic acid, on the other hand, are well known, and 
are obtained by the action of alkyl halides on silver cyanate: 


CO:N[Ag +1 |C2Hs = CO-NC2H, + Agl. 
The isocyanic esters are volatile liquids, with a powerful, stifling 
odour: they, too, polymerize readily, yielding isocyanuric esters, 
such as (CONC2Hs)3 (262). 

The constitution of the 4socyanic esters follows from their decom- 
position into carbon dioxide and an amine, by treatment with water, 
or better with dilute alkalis: 

CO:N-CH3+H,0 = CO.+NH¢2-CHs3. 
This reaction was first applied by Wurtz to the preparation of 
primary amines, for obtaining them pure, and free from secondary 
and tertiary amines. | 
Primary amines can be obtained from acid amides by the action 
of bromine and caustic potash (96). ^ This is more economically 
effected by distilling a mixture of the acid amide and bleaching- 
powder with lime-water. The mechanism of the reaction has been 
investigated by HooGEwerrr and vAN Dorp. The first product has 
been isolated; it is a substituted amide, with bromine linked to 
nitrogen: R-CO- NH; —^ R-CO-NHBr. The hydrogen of the amino- 
group can be replaced by metals, owing to the influence of the acid- 
residue, and this replacement is considerably facilitated by the intro- 
duction of a Br-atom. The caustic potash present causes the forma 
tion of a compound, R-CO-N KBr, which is unstable, but can be iso- 
lated. This potassium bromoamide readily undergoes an intra- 
molecular transformation, similar to the BECKMANN transformation 
(103): 
R-C-OK Br-C-OK 


|| changes to ‘ 
Br-N rel 


Potassium bromoamide 
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The transformation-product loses KBr, with formation of an iso- 


N.R 
cyanic eeter I , which is decomposed by the water present into 


a primary amine and carbon dioxide. 


Thiocyanic Acid, HCNS. 


260. Thiocyanic acid (sulphocyanic acid) resembles cyanic acid 
in its properties, but is much more stable towards water. It can 
be obtained by treatment of barium thiocyanate with the calculated 
proportion of dilute sulphuric acid. The anhydrous acid is 
obtained by the action at low temperature of concentrated sul- 
phuric acid on a mixture of potassium thiocyanate and phosphoric 
oxide, the oxide being added to prevent excess of moisture. At 0° 
it forms a white, crystalline solid, melting at about 5°, and quickly 
changing to a solid polymeride after removal from the freezing- 
mixture. When warmed with dilute sulphuric acid, thiocyanic 
acid takes up one molecule of water, and decomposes similarly 
to cyanic acid (258), with production of carbon oxysulphide, 
COS, instead of carbon dioxide: 


HCNS+H20 = H3N+COS. 


Potassium thiocyanate is obtained by boiling a solution of potas- 
sium cyanide with sulphur. Among other applications it is used in 
VoLHARD's method of silver-titration. When silver nitrate is added 
to a solution of potassium thiocyanate, silver thiocyanate, AgCNS, is 
deposited in the form of a white, cheese-like precipitate, insoluble in 
dilute mineral acids. Ferric thiocyanate, Fe(CNS),, has a dark 
blood-red colour: its formation is used as a test for ferric salts. The 
red colour is due to the non-ionized molecules Fe(CNS),, since neither 
the ferric ion nor the thiocyanic ion are coloured in solution, and the 
colour is intensified if ionization is diminished; for example, by the 
addition of more of the ferric salt or of the thiocyanate. The red 
colour is removed by agitating the solution with cther, whereas ions 
cannot be extracted by this means. Mercury thiocyanate has the 
property of intumescing when decomposed by heat (“ Pharuoh’s 
serpents ”). 

The constitution of thiocyanic acid, like that of cyanic acid, is 
unknown, and it resembles the latter in giving rise to two series of 
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esters, the thiocyanic esters, Cg X R and the isothiocyanic esters, 


e 


Thiocyanic esters are obtained by the action of alkyl iodides 
upon the salts of thiocyanic acid: 


CN-S[K +1I]C2Hs = CN-SC;H; KI. 


They are liquids, insoluble in water, and characterized by a leek- 
like odour. That the alkyl-group in these compounds is in union 
with sulphur is proved by the nature of the products obtained both 
by reduction and oxidation. Reduction yields mercaptans and 
hydrocyanic acid, methylamine being formed from the latter by 
further reduction: 


CN-§-C,Hs+2H = CNH+H-S-CoHsg. 


Alkylsulphonic acids, such as CgzHs-SO,0H (60), are obtained by 
oxidation. 

Under the influence of heat the thiocyanic esters are trans- 
formel into isothiocyanic esters: thus, distillatien of allyl thio- 
cyanate, CN-SC3Hs, effects this change. 

The zsothiocyanic esters are also called mustard-oils, after allyl 
tsothiocyanate, to which the odour and taste of mustard-seeds 
are due. The following reactions prove that these compounds 
contain an alkyl-group attached to nitrogen, and have the con- 


N-R 
stitution с S ^ When treated with concentrated sulphuric acid, 


they take up water, yielding à primary amine and carbon oxy- 
sulphide: 

R-N:CS+H,20 = К.МН, +СОЅ. 
They are converted by reduction into a primary amine and trithio- 
methylene, (CH2S)3, the latter probably resulting from the polymeri- 


zation of the thiomethylene, CH;8, first formed, which is unknown 
in the free state: 


R-N:CS+4H = R-NH2+CH.S. 


Addition-products of the mustard-oils are described in 269 and 
270. 
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Cyanamide, CN-NHs, is obtained in various reactions; for 
instance, by the action of ammonia upon cyanogen chloride. 
It is a crystalline, hygroscopic solid, and polymerizes readily. 
Its hydrogen atoms can be replaced by metals; thus, silver yields 
silver cyanamide, CN-NAge, which is yellow, and insoluble in 
dilute ammonium hydroxide, wherein it differs from most silver 
compounds. 

When calcium carbide is heated to redness in a current of 
nitrogen, calcium cyanamide is formed: 


СаСг+ № = CN-NCa+C. 


The absorption of nitrogen is much facilitated by addition of 
10 per cent. of calcium chloride. This compound can also be 
obtained by heating lime and carbon to a red heat in an atmos- 
phere of nitrogen. The crude product is called “‘ Lime-nitrogen ”’ 
and finds application as an artificial fertilizer, being decomposed 
slowly by water at ordinary temperatures into ammonia and cal- 
cium carbonate: 


CaCN2+3H20 = 2NH3+CaCOs. 


The reaction is much accelerated by heating under pressure. 
Ammonia can be obtained directly from the nitrogen of the at- 
mosphere by this method. 


Fulminic Acid. 


261. Salts of fulminic acid are obtained by the interaction of 
mercury or silver, nitric acid, and alcohol, in certain proportions. 
The best known of them is mercuric fulminate, HgC;O;N;, which is 
prepared on a large scale, and employed for filling percussion-caps, 
and for other purposes. Guncotton can be exploded by the detona- 
tion of a small quantity of this substance (228); and it produces the 
same result with other explosives, so that the so-called “fulminating 
mercury ” plays an important part in their application. 

Silver fulminate, Ag(CNO), is much more explosive than the mer- 
cury salt, and hence is not employed technically. The explosion of 
these salts has a brisant (155), though only local, effect: this enabled 
Howarp, the discoverer of mercuric fulminate, to explode a small 
quantity in a balloon without injury to the latter, the only effect 
being to shatter the leaden shells containing the explosive. 
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Free fulminic acid is a very unstable, volatile substance: it has 
an odour resembling that of hydrocyanic acid, and is excessively 
poisonous. 

According to Ner, the formula of fulminic acid is C—N-OH, con- 
taining a bivalent carbon atom. When mercuric fulminate is treated 
with acetyl chloride, a compound of the formula CH,-CO(CNO) is 
obtained. In presence of hydrochloric acid the fulminate takes up 
water, with formation of hydroxylamine and formic acid. It is con- 
verted by bromine into a compound, Br.C,0.Ns, with the constitu- 
tional formula 

Br—C—N—O 


| |. 
Br—C—N—O 


Cyanuric Acid and isoCyanuric Acid. 


262. Cyanuric bromide, C3N3Brs, is obtained by heating potas- 
sium ferricyanide with bromine at 220°. By heating with water, 
the bromide is converted into cyanuric acid, (CNOH)3. The latter, 
however, is usually prepared by the action of heat on urea (267). 
Two series of esters are derived from this acid, the normal cyanuric 
and the isocyanuric esters, the former being called '* O-esters," and 
the latter “‘ N-esters.”’ 

The norma] cyanuric esters are obtained by the action of sodium 
alkoxides on cyanuric chloride or bromide. The formation of alco- 
hol and cyanuric acid on saponification proves the alkyl-group in 
these esters to be in union with oxygen. For this reason constitu- 
tional formula I. is assigned to them: 


N N-R О 
но. t-on. ' 4 EN:iÁ Dine 
ces dh Ub 


R-N N*R 

VY DA NG 
С СО :NH 
OR 
I. II. III. 


The zsocyanuric esters result when silver cyanurate is heated 
with an alkyl iodide. Their alkyl-groups are linked to nitrogen, 
since, on boiling with alkali, such an ester yields a primary amine 
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and carbon dioxide, a decomposition accounted for in constitu- 
tional formula II. The O-esters are formed when an alkyl iodide 
reacts with silver cyanurate at ordinary temperatures, but their 
conversion into the N-esters by heating explains the difference 
in the product obtained at ordinary and at elevated tem- 
peratures. 

KLaAsoN has suggested that cyamelide (258) is :socyanunic acid, 
and that its relation to the zsocyanuric esters resembles that of 
cyanuric acid to the normal cyanuric esters. The formation of 
cyanuric chloride by the action of phosphorus pentachloride on 
the normal esters and normal cyanuric acid, and the fact that the 
iso-esters, and, as SENIER has shown, cyamelide, do not yield chlo- 
rides under this treatment, support this view. 

Important evidence in favour of the imino-formula for cyanuric 
acid has been furnished by CHATTAWAY and WADMORE, who have 
succeeded in replacing the metal in potassium cyanurate by 
chlorine. They regard the compound formed as (O: C: N-CI)s. 

Formula IIL, containing imino-groups, possibly represents 
the structure of cyamelide. 


DERIVATIVES OF CARBONIC ACID.) 


263. Carbonic acid, H2CO3 or CO(OH);, is not known in the 
free state, but is supposed to exist in the solution of carbon dioxide 
in water: it decomposes very readily into its anhydride, carbon 
dioxide, and water. It is dibasic, and is generally described, with 
its salts, in inorganic chemistry (' Inorganic Chemistry," 184). 
Some of its organic derivatives are dealt with in this chapter. 


Carbonyl Chloride, COCl. 
Carbonyl chloride (phosgene) is prepared by heating chlo- 
rine and carbon monoxide; an equilibrium 
Cl; 4- CO = COC, 


is attained, corresponding at 505° with about 67 per 
cent. of dissociation. It was called phosgene (gus, light; 
yevvaw, to produce) by J. Davy in 1811, under the impression 
that its formation by this means can only take place in prescnce of 
sunlight, a view since proved to be incorrect. Carbonyl chloride is 
a gas with a powerful, stifling odour. It dissolves readily in benzene, 
and the solutiongis employed in syntheses, both in the laboratory 
and in the arts. 


At ordinary temperature, carbonyl chloride is decomposed by 
ultraviolet light, especially by the rays of short wave-length, into 
carbon monoxide and chlorine, the mechanism of the process being 
similar to that described in “Inorganic Chemistry,’’ 79. Carbon 
monoxide and chlorine also combine under the influence of this 
light, so that an equilibrium is established. 


The reactions of carbonyl chloride indicate that it is the chloride 
of carbonic acid. It is slowly decomposed by water, yielding hydro- 
chloric acid and carbon dioxide. With alcohol at ordinary tem- 
peratures it first forms ethyl chlorocarbonate: 


& [oi H]oc,H; / OCs 
O 4 


— CO К 


No Sa 


359 
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By more prolonged treatment with alcohol, and also by the action 
of sodium ethoxide, diethyl carbonate, CO(OC2Hs)2, is produced. 
By the action of ammonia, the two Cl-atoms in carbonyl chloride 
can be replaced by amino-groups, with formation of the amide of 
carbonic acid, urea, CO(NHoe)2 (266). All these reactions are 
characteristic of acid chlorides. 


The chlorocarbonic esters, also called chloroformic esters, are col- 
ourless liquids of strong odour, and distil without decomposition. 
They are employed for the introduction of the group —COOC,Hs 
into compounds (235). 

The carbonic esters are also liquids, but are characterized by the 
possession of an ethereal odour: they are insoluble in water, and are 
very readily saponified. 


Carbon Disulphide, CS;. 


264. Carbon disulphide is manufactured synthetically by passing 
gulphur-vapour over red-hot carbon. The crude product has a very 
disagreeable odour, which can be removed by distilling from fat. 
The pure product is an almost colourless, highly refractive liquid 
of ethereal odour. It is insoluble in water, boils at 46°, and has a 
specific gravity of 1-262 at 20°. Carbon disulphide is poisonous: 
being highly inflammable, it must be handled with great care. It 
is an excellent solvent for fats and oils, and finds extensive applica- 
tion in the extraction of these from seeds. It is also employed in 
the vulcanization of india-rubber. 

Carbon disulphide is a stable compound, and resists the action 
of heat, although it is endothermic (‘‘Inorganic Chemistry,’’ 119). 
It is, however, possible to make its vapour explode by means of 
mercuric fulminate. The halogens have little action on it at ordi- 
nary temperatures; but in presence of a halogen-carrier, chlorine and 
bromine can effect substitution, with production of carbon tetra- 
chloride and tetrabromide respectively. 

Carbon disulphide, like carbon dioxide, is the anhydride of an 
acid, or an anhydrosulphide. With alkali-metal or alkaline-earth- 
metal sulphides it yields érithzocarbonates: 


BaS +CS_ = BaCSs. 


: Barium 
trithiocarbonate 
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The barium salt is yellow, and dissolves in cold water with dif- 
ficulty. By the addition of dilute acids to its salts, free trithio- 
carbonic acid, H2CS3, can be obtained as an unstable oil. The 
potassium salt is employed in the destruction of vine-lice. 

The potassium salt of zanthic acid is formed by the action of 
potassium ethoxide on carbon disulphide: 


2Н6 
CS, +KOU;H; = E 


K 


This is effected by agitating carbon disulphide with a solution of 
caustic potash in absolute alcohol, when potassium zanthate sepa- 
rates in the form of yellow, glittering needles. Free xanthic acid 
is very unstable: it owes its name (£o»0ós, yellow) to its cuprous 
salt, which has & yellow colour, and results from the spontaneous 
transformation of the brownish-black cupric salt, precipitated from 
a solution of copper sulphate by the addition of a xanthate. 


Carbon Oxysulphide, COS. 


265. Carbon oxrysulphide is a colourless, odourless, inflammable 
gas, and is obtained by the action of sulphuretted hydrogen on 
tsocyanic esters: 


2CO. МСН; + HS = COS +CO (NHC2Hs)2. 


Its formation from isothiocyanic esters is mentioned in 260. It is 
also produced when a mixture of carbon monoxide and sulphur- 
vapour is passed through a tube at a moderate heat. 

Carbon oxysulphide is but slowly absorbed by alkalis. It yields 
salts with metallic alkoxides: these compounds may be regarded 
as derived from carbonates by simultaneous exchange of oxygen for 
sulphur: 


Hg 
COS J-C3H 9 ОК = CO e 
SK 
NH3 
Urea, CO< NH.’ 


266. Urea owes its name to its occurrence in urine, as the final 
decomposition-product of the proteins in the body. 
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An adult excretes about 1500 grammes of urine, containing ap- 
proximately 2 per cent. of urea, in twenty-four hours, so that the 
daily production of this substance amounts to about 30 grammes. 
To obtain urea from urine, the latter is first concentrated by evapora- 
tion. On addition of nitric acid, urea nitrate, CO(NH4,),: HNO,, 
(267) is precipitated, and, on account of impurities, has a yellow 
colour. The colouring is removed by dissolving the precipitate in 
water, and oxidizing with potassium permanganate. Urea is set 
free from the solution of the nitrate by treatment with barium 
carbonate: 

2CON,H,* HNO, + BaCO, = 2CON,H, + Ba(NOs), + H,O +CO,. 

Urea nitrate 
On evaporation to dryness, a mixture of urea and barium nitrate is 
obtained from which the organic compound can be separated by 
solution in strong alcohol. 


Urea is to be looked on as the amide of carbonic acid, on account 
of its formation, along with cyanuric acid and cyamelide, from 
the chloride of this acid, carbonyl chloride, COCls, this reaction 
proving its constitution (263): 


FAN Hj]NH, NH 
O =з 


© +2НО. 
“ган, N He 
Carbonyl ae 
chloride 


A confirmation of this view of the constitution of urea is its forma- 
tion by the action of ammonia on diethyl carbonate. 
Urea is formed by addition of ammonia to tsocyanic acid: 


NH Н: 
+МН: = 6. e 


NNHa 


Ammonium zsocyanate dissolved in water is transformed into urea 
on evaporation of the solution. This is the method by which 
WOnLER effected his classic synthesis of urea, by heating a mixture 
of potassium cyanate and ammonium sulphate in solution (1). 


This reaction, which has an important bearing upon the history 
of organic chemistry, has been studied in detail by James WALKER 
and HamMBLy. Their researches have shown that the reverse trans- 
formation of urea into ammonium tsocyanate occurs also, since, on 
addition of silver nitrate, a solution of pure urea in boiling water 
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yields a precipitate of silver cyanate. An equilibrium is at- 


tained: 
CO(NH3;) = CON NH. 
Оа Ammonium 


When this equilibrium is reached, the solution only contains a small 
percentage of isocyanate. It is almost independent of the tempera- 
ture, proving that the transformation of the systems into one another 
is accompanied by but slight calorific effect (94). 

Urea is manufactured as an artificial fertilizer by heating ammo- 
nium carbonate at 130-140? under pressure, each molecule of the 
salt giving up two molecules of water: 


CO(ONH,): = CO(NH; +2Н,О. 


isoCyanic esters are decomposed by water, with formation 
of primary amines and carbon dioxide (259). If the primary 
amine formed is brought into contact with a second molecule of 
isocyanic ester, addition takes place, with production of a 
symmetrical dialkyl-urea: 


| NHR 
CO:NR+H,NR’=CO .. 
NHR’ 


This is a general method for preparing symmetrical dialkylureas. 


A monoalkylurea is obtained by the action of ammonia, instead of 
an amine, upon an zsocyanic ester. 
NRR’ 


Unsymmetrical dialkylureas, CO , are prepared by the action 
NH, 
of isocyanic acid on secondary amines. The method of procedure is 
analogous to that employed in WOHLER’s synthesis of urea, and con- 
gists in warming a solution of the isocyanate of a secondary amine: 
NRR’ 
CONH-NHRR’ = CO : 
NNA, 
The unsymmetrical dialkylureas are converted by treatment with 


absolute (100 per cent.) nitric acid into nitro-compounds, which were 
discovered by FRANCHIMONT, and are called nitroamines: 
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(CH,4N -|CONH, 
=F (CHs),N М Os. 
+NO,-|OH 


267. Urea crystallizes in elongated pnsms, the crystals 
resembling those of potassium nitrate. They are very soluble 
in water, and melt at 132°. Like the amines, urea forms 
salts by addition of acids, but only one NHz-group can react thus. 
Of these salts the nitrate, CON2H,,HNO3, and the ozalate, 
2CON2H4,C2H20,4, dissolve with difficulty in solutions of the 
corresponding acids. 


In some of its reactions, notably in certain condensation-pro- 
„М Н 

cesses, urea behaves as though it had the structure C—OH. An 
\NH, 

ether of this isourea is obtained by addition of methyl alcohol to 

cyanamide, the reaction being facilitated by the presence of hydro- 


chloric acid: 
Z^" | ОСН, 
+HOCH, = C=NH . 


NH, 


ide Methylisourea 


This method of formation indicates the constitution of the com- 
pound. Another reaction confirming this view is the production of 
methyl chloride on heating with hydrochloric acid, which points to 
the fact that the CH,-group is not in union with nitrogen, since under 
NH, 
this treatment methylurea, CO , Splits off methylamine, 
NHCH, 
CH,-NH,. 
When heated, urea melts; it then begins to evolve a gas, consisting 
principally of ammonia, but also containing carbon dioxide; after 
a time the residue solidifies. The following reactions take place. 
Two molecules of urea lose one molecule of ammonia, with prc- 
duction of biuret: 


/NH2 HN 
Go O = NHz-CO-NH-CO-NH2+NHs. 
NINHH] HN Biuret . 
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Biuret is a crystalline substance which melts at 190°. When 
copper sulphate and potassium hydroxide are added to its aqueous 
solution, it gives a characteristic red to violet coloration (“ biuret- 
reaction ’’). 


On further heating, biuret unites with a molecule of unaltered 
urea with, elimination of ammonia, and formation of cyanuric 
acid (262): 


NH 
uda 
мн eo RE IH - 
v6 


Like the acid amides, when heated with bases urea decomposes, 
yielding carbon dioxide and ammonia. 


The quantitative estimation of urea in urine is an operation of 
considerable importance in physiological chemistry, and is effected 
by different methods. DuNsEN's process depends upon the decom- 
position of urea into carbon dioxide and ammonia, on heating with 
an ammoniacal solution of baryta: the carbon dioxide is thus con- 
verted into barium carbonate, which can be collected and weighed. 
In Knop’s method the nitrogen is quantitatively liberated by treat- 
ment of the urea solution with one of potassium hydroxide and 
bromine, in which potassium hypobromite is present: the percentage 
of urea can be calculated from the volume of nitrogen liberated. 
LiEBiG'S titration-method is based upon the formation of a white 
precipitate of the composition 2CON.H,-Hg(NO;).-3HgO, when 
mercuric-nitrate solution is run into a solution of urea of about 
2 per cent. concentration. When excess of the mercury salt has been 
added. a drop of the liquid brought into contact with a solution of 
sodium carbonate gives a yellow precipitate of basic nitrate of mer- 
cury. Urine, however, contains substances which interfere with 
these methods of estimation: an account of the mode of procedure 
by which the correct percentage of urea can be ascertained will be 
found in text-books of physiological chemistry. 


Potassium cyanate. and hydrazine hydrate, H;N - NH; --H50, 
react together, with formation of semicarbazide, NH,CO- NH - NH,, 
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а base which melts at 96°, and combines with aldehydes and ketones 
similarly to hydroxylamine: 


R,-C\O0 +H,|N -NH -CO-NH; — Ra-C :N-NH-CO-NH:. 


The compounds thus formed are called semicarbazones; they some- 
times crystallize well, and are employed in the identification and 
separation of aldehydes and ketones. 


Derivatives of Carbamic Acid. 

268. Carbamic acid, NH2-CO-OH, which is the semi-amide of 
carbonic acid, is not known in the free state, but only as salts, 
esters, and chloride. Ammonium carbamate is formed by the union 
of dry carbon dioxide with dry ammonia: 


ОН HNH, 

CO2 +NH; = C—O ; +МН; = C—O ° 
' “мн, “МН, 

Ammonium carbamate 


When carbon dioxide is passed into an ammoniacal solution of 
calcium chloride, no precipitate results, since the resulting calcium 


Oca* 
carbamate, CO , is soluble in water. 
“МН; 
When the salts of carbamic acid are heated in solution, they 


readily take up water, forming carbonates. 

The esters of carbamic acid are called urethanes. They are 
formed by the action of ammonia or amines upon the esters of 
carbonic acid or chlorocarbonic acid: 


„ДОСУНУН мН, /NH: 
oO n= бо 4C,H;0H; 
NOC$SHg \OC2Hs 
Diethyl carbonate Urethane 
[CI--H]NH NH 
có E i © : š 
“ОСН “ОСН 


Ethyl chlorocarbonate 





* ca=4Ca. 
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Urethanes also result in the action of alcohol upon isocyanic 
esters: 


О oH; 
< +HOC2H; = 
NCH; NNHOH, 


Urethanes are also obtained by boiling acid azides(97) with alcohol: 
R.CON,+C,;H,OH = R-NHCOOC,H,+N, 
Since the azides are easily prepared from the corresponding acids, 
and the urethanes readily yield the corresponding amines, the car- 
boxyl-group can be replaced by the amino-group: 
R- СООН ~ К. "СООС,Н» > К. CONHNH, — К. ENS Ut 


Hydrazide 


=> R-NHCOOC,H, — R-NH,. 


Primary 
amine 
Urethanes distil without decomposition: ordinary urethane, 
/ OC2Hs 
CO 


“МН; 

boiled with bases, it decomposes into alcohol, carbon dioxide, and 
ammonia. Concentrated nitric acid converts it into nitrourethane, 
C3;H50-CO-NH-NOs; and on careful hydrolysis this substance 
yields nitroamine, NH5- NOs. 


, melts at 51°, and is very readily soluble in water. When 


Thiourea, CS(NHg)s. 


269. Ammonium tsothiocyanate yields thioureain a manner analo- 
gous to the formation of urea from ammonium isocyanate (266). 
The transformation of the thio-compound can in this instance be 
effected by heating it in the dry state, but is no more complete than 
that of ammonium cyanate, since thiourea is converted by heat into 
ammonium isothiocyanate. Alkyl-derivatives of thiourea result 
from addition of ammonia or amines to the mustard-oils (260) the 
reaction being similar to the formation of alkyl-substituted ureas 
from isocyanic esters (266). 

These modes of formation prove that the constitution of thiourea 
is expressed by the formula CS(NH,),, being similar to that of urea. 
Derivatives of thiourea are known, however, which point to the 

NH, 
existence of a tautomeric form CC SH (267); thus, on addition of 
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an alkyl iodide, compounds are obtained in accordance with the 
equation 


H, ^N H; 
CCS[B € TIGH,- (с{вол,)нт. 
NH NH 

The alkyl-group in this compound is linked to sulphur; for it de- 

composes with formation of mercaptan, and on oxidation yields a 

sulphonic acid. 

Thiourea forms well-defined crystals, melting at 172°, and readily 
soluble in water, but with difficulty in alcohol. On treatment with 
mercuric oxide, it loses sulphuretted hydrogen, forming cyanamide: 

МЕ, N | 
feud 2 
СБ = ut + HS. 
NNH, NH, 
Guanidine, CH;Ns. 

270. Guanidine is formed by the interaction of ammonia 
and orthocarbonic esters, or chloropicrin, CCl3NOs, obtained by 
nitrating chloroform. This probably results from addition of 
four amino-groups to the carbon atom, the compound formed 
then losing one molecule of ammonia: 


МН» 

C(OC;H5)4 — C(NH394; -— NH, — NH. 
dete о МН» 
Guanidine 


This method of preparing guanidine establishes the constitutional 
formula indicated. Further evidence is afforded by its synthesis by 
heating cyanamide with an alcoholic solution of ammonium chloride: 


N NH 
of +NH,Cl = (CH) 
2 “мН, 
Guanidine is generally prepared by heating ammonium thiocyanate 
for six hours at temperatures rising from 180° to 205°, air being 
blown through the melt to oxidize the evolved sulphuretted 
hydrogen to sulphur and water, and thus obviate the formation 
of secondary products: 


28:C:NH-NH3= H2S + (CHsN3) HCNS. 
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It is obtained in the form of guanidine thiocyanate, the reaction 
taking place in the following stages: 
SCNH- NH: — CS(NHe)2— HeN-CN. 


Ammonium thiocyanate Thiourea Cyanamide 


The cyanamide unites with a molecule of the unaltered ammonium 
thiocyanate: 


of +NH3-HCNS = | C—NH |JHCNS. 
NH, “мН, 


Guanidine thiocyanate 


Guanidine is a colourless, crystalline substance, and readily 
absorbs moisture and carbon dioxide from the atmosphere. It is 
a strong base, unlike urea, which has a neutral reaction: the 
strengthening of the basic character, occasioned by exchange of 
carbonyl-oxygen for an imino-group, is worthy of notice. Guani- 
dine yields many well-defined, crystalline salts. 


cC ‚МО» | | 
Nitroguanidine, Н , 1s obtained in solution by the 
2 
action of fuming m acid upon guanidine: dilution with water 
precipitates the nitroguanidine, which is very slightly soluble in 
t NH-N Н» | 
water. On reduction, it yields aminoguanidine, C—NH | , which, 
“МН; 
on boiling with dilute acids or alkalis, decomposes with formation 
of carbon dioxide, ammonia, and diamide or hydrazine, H2N- NHg 
(‘Inorganic Chemistry,” 114). This reaction proves the consti- 
tution of nitroguanidine and aminoguanidine. 
An important derivative of guanidine is arginine, CeHı402N4, 
obtained from proteins. It can be synthesized by the action of 
cyanamide on ornithine (243): 


COOH -CH(NH2). (CH2): NH2 Ud = 


„Отаны hine 
COOH -CHNH3- (CH2)sNH 
= ^ :NH. 
NHg 


Arginine 
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The cyanamide is added at the 6-NHo2-group, as represented in 
the equation, so that arginine is a-amino-5-guanino-n-valeric acid. 
The muscular: tissue of the human body contains, about 0-3 
per cent. of creatine. Its structure is proved by its synthetic 
formation from methylglycine or sarcosine and cyanamide: 


е8 BN «н соон" < ббс 


п ` COOH 


By elimination of one molecule of water, creatine is converted 
into creatinine, 
АН 
95 СНз 
N 
H2-CO 
Creatinine 








URIC-ACID GROUP. 


271. Uric acid, CsH4O3N4, derives its name from its presence 
in small amount in urine: it is the nucleus of an important group 
of urea derivatives. It is closely related to the ureido-acids and the 
acid-ureides (ureides), which are amino-acids and acid amides, con- 
taining the urea-residue, NH2-CO-NH—, instead of the NHz-group. 

Parabanic acid, C3H303Ns, is an acid-ureide: it is obtained by 
the oxidation of uric acid. When warmed with alkalis for a long 
time, parabanic acid takes up two molecules of water, forming urea 
and oxalic acid, a reaction which proves it to be ozalylurea: 


NH OHH 
& соон Нз 
| poor |н? | 
MÉH онн 
Parabenic acid (Oxalylurea) 


On careful treatment with alkalis, it takes up only one molecule of 
water, yielding ozaluric acid: 


„ДН 

Со n ais 
bo /* COOH " 
\ ÑH Oxaluric acid 
+OHH 


Alloxan, C4H304N5,4H30, is an important decomposition- 
product of uric acid, from which it is obtained by oxidation 
with nitric acid: it can also be prepared by other methods. It is 
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mesoralylurea, since, on treatment with alkalis, it takes up two 
molecules of water, with production of urea and mesoxalic acid: 


CO——NH4OHH CO-OH NH, 
bo bo -b ко 


| 
{н онн CO-OH An, 


Alloxan Mesoxalic acid . 


Carbon dioxide and parabanic acid are produced by the oxidation 
of alloxan with nitric acid. 


Alloxan is converted by reduction into allozantine : 
2C,H,0O,N,+2H = 7 GIKON,. i 


Alloxantine 

Alloxantine is also formed directly from uric acid by evaporating it 
to dryness with dilute nitric acid. When treated with ammonia, 
it forms a purple-red dye, murexzide, С, Н,О,Х;. The formation of 
murexide is employed as a test for uric acid. Alloxantine dissolves 
with difficulty in cold water, and gives a blue colour with baryta- 
water. There is still doubt as to the constitution of these com- 
pounds. 


Allantoine, C4HgOgNo, is formed in the oxidation of uric acid 
with potassium permanganate, a fact which has an important bear- 
ing on the constitution of this acid. Allantoine has the structure’ 


/NH-CH—NH-CO-NH; 
Со 
\NH-CO 


AllantoIne 
since it can be obtained synthetically by heating glyoxylic acid 


with urea; 
H 


мна -HO]—c— DH-FH]HN-CO- NH; 
CO + е > 


NNHÍH HO|—CO 


Urea Glyoxylic acid 


/NH:CH—NH-CO-NHa 
— СО | Ф 
NNH-CO 


Allanto! re 
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The formation of alloxan and allantoine from uric acid gives an 
insight into its constitution, the production of the first indicating 
С.М 


the presence of the complex С Ус; and of the second, the pres- 
С.М 


М.С 
ence of two urea-residues, together with the complex с i: 
№. 

These are accounted for in the structural formula 

N з 

о усо 

NH—OC.NH/ 

Uric acid 

This formula also gives full expression to the other chemical proper- 
ties of uric acid. 


The following synthesis affords confirmation of the accuracy of 
the constitution indicated. Malonic acid and urea combine to 
form malonylurea or barbituric acid : 


NH—CO 
b 
NH—CO 


On treatment with nitrous acid, this substance yields an ?sonitroso- 
eompound which can also be obtained from alloxan and hydroxyl- 
amine, violuric acid : 

D 

бо ceo 

NH—CO 
On reduction, violuric acid gives aminobarbituric acid: 


NH—CO 
«ув, 


С 
Ано 
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which, like the amines, adds on one molecule of isocyanic acid on 
contact with potassium cyanate, forming 


PN SH 
CO K Nco 
|118] | 

NH—C|O HIHN 
This substance is pseudouric acid, and differs from uric acid onl; 
in containing the elements of another molecule of water. Boiling 
with a large excess of 20 per cent. hydrochloric acid eliminates this 
molecule of water as indicated in the formula, the treatment yielding 
a substance with the constitution assigned to uric acid, and identical 
with this compound. 


Uric acid dissolves with difficulty in water, but is soluble in 
concentrated sulphuric acid, from which it is precipitated by addi- 
tion of water. It forms two series of salts, by exchange of one or 
two hydrogen atoms respectively for metals. Normal sodium urate, 
C5H203;N4Na2+H,.0, is much more soluble in water than sodium 
hydrogen urate, 2CsH303N4Na +H20. Normal lithium urate is mod- 
erately soluble in water. 

Uric acid is present in urine, and is the principal constituent of 
the excrement of birds, reptiles, and serpents: it can be conveniently 
prepared from serpent-excrement. In certain pathological diseases 
of the human organism, such as gout, uric acid is deposited in the 
joints in the form of sparingly soluble primary salts. On account of 
the solubility of lithium urate, lithia-water is prescribed as a remedy. 

272. A number of compounds with the same carbon-nucleus as 
uric acid occur in nature, partly in the animal, and partly in the 
vegetable, kingdom. To the former belong hypoxanthine, CsH4ON4; 
zanthine, CgSH402N4; and guantne, CSHgONs: to the latter belong 
the vegetable bases theobromine, C; HgO3N 4; and caffeine, CSH1903N,. 
To assign a rational nomenclature to these substances and other 
members of the same group, EMIL FISCHER regards them as deriva- 
tives of purine (273), the C-atoms and N-atoms of which are 
numbered as indicated in the formula 

1IN=-6CH NH 
| " NA 
a, МН ог 1 5 


NC. 2м н 08/2— № 
№ 
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Xanthine, theobromine, and caffeine have the following structural 
formule and rational names: 


NH—CO NH———-CO 
бо P5. to с-м Non; 


H; 
N(CH3 yd 
ae or 2; Nv и Dimethylxanthine, theobromine, or 
3: 7-dimethyl-2:6-dioxypurine 


N(CH3)—CO 


N(CH3) 
| | 08. 
N(CH3)—C— ——N 
Trimethylxanthine, caffeine, thetne, 
or 1:3:7-trimethyl-2: 6-dioxypurine 

Theobromine and caffeine result from the introduction of methyl- 
groups into xanthine. 

Xanthine, C;H,O,N,, is present in all the tissues of the human 
body. It isa colourless powder, soluble with difficulty in water, and 
possessing a weak basic character. On oxidation, it yields alloxan 
and urea. 

T heobromine, C,H,O,N,, exists in cocoa, and is prepared from this 
product. It is only slightly soluble in water, and is converted by 
oxidation into monomethylalloxan and monomethylurea. 

Caffeïne or theine, C,H4,,0;N,, is a constituent of coffee and tea 
It crystallizes with one molecule of water in long, silky needles, and 
is moderately soluble in water. It is generally prepared from tea- 
dust. On careful oxidation it yields dimethylallozan and mono- 
methylurea: 

The position of the methyl-groups in theobromine and caffeine is 
proved by the formation of these oxidation-products. 


There is an evident resemblance between the constitution of 
uric acid and that of xanthine: 


ӨЛ 


ty hw gor N aly 
Uric acid Xanthine 


These formule indicate the possibility of obtaining xanthine by 
the reduction of uric acid, and up to the year 1897 numerous un- 
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successful attempts were made to prepare it by this method, a 
reaction ultimately effected by EwiL FiscHER in that year. He 
has discovered several methods of converting uric acid into 
xanthine and its methyl-derivatives mentioned, including one by 
which the manufacture of the therapeutically important bases, 
theobromine and caffeine, seems to be possible. 

273. Direct replacement of oxygen in uric acid by hydrogen does 
not seem possible. Emit FiscHerhas, however,substituted ch!orine 
for oxygen by means of phosphorus oxychloride. Various methods 
of replacing the chlorine atoms in these halogen derivatives by 
other groups or atoms have been devised. 

When uric acid is treated with phosphorus oxychloride, the first 
product is 8-ozy-2:6-dichloropurine: on further careful treatment 
with the same reagent, this substance is converted into 2:6:8- 
trichloropurine: 





Pew РР 
HO-C (NES “ae C—NH. 

| | жо | ж. 

N—C—N N—C—N 

dapi noie form of 2: 6: 8-Trichloropurine 


The behaviour of uric acid in this reaction accords with the tauto- 
meric (235) formula of trihydroxypurine, the phosphorus oxychlo- 
ride replacing the hydroxyl-groups with chlorine atoms in a normal 
manner. 


At 0°, and in presence of hydriodic acid and phosphonium iodide, 
trichloropurine changes into di-rodopurine: 


Cs HN,Cl, +4HI = C;H;N,I, T 3HCl +21. 


Reduction of the aqueous solution of di-iodopurine with zinc-dust 
yields purine, a white crystalline substance, melting at 216°-217°, 
and very readily soluble in water. It has a weak basic character, 
but does not turn red litmus blue. ý 


Xanthine is thus obtained from trichloropurine. 

Cl-atom 8 in this compound is very stable towards alkalis, 
whereas Cl-atoms 2 and 6 are displaced with comparative ease: 
when trichloropurine is treated with sodium ethoxide, Cl-atoms 
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2 and 6 are exchanged for ethoxyl-groups. On heating the com- 
pound thus obtained with & solution of hydriodie acid, the ethyl- 
groups are replaced by hydrogen, Cl-atom 8 being simultaneously 
exchanged for a H-atom, with formation of xanthine: 


C.H,;0-C xg —H ze — p C—NH 
| | ус-а | | > | or 
N l.l 
2:6-Diethoxy-8-chloropurine Xanthine па form) Xanthine 


When 2:60-diethoxy-8-chloropurine i$ heated with hydrochloric 
acid, only the ethyl-groups are replaced by hydrogen , with produc- 
tion of a compound of the formula 


the tautomeric enolic form changing to the ketonic modification. 
On methylating this substance, its three H-atoms are exchanged 
for methyl-groups, yielding chlorocaffeine, which can be converted 
by nascent hydrogen into caffeine. This process, therefore, affords 
a means of preparing caffeine from uric acid. 

EMIL FiscHER has discovered à very characteristic and simple 
mode of effecting this methylation—agitating an alkaline, aqueous 
solution of uric acid with methyl iodide, whereby the four hydro- 
gen atoms are replaced by methyl-groups, with formation of a tetra- 
methyluric acid. On treating this with phosphorus oxychloride 
РОСІз, chlorocaffeine is formed: 


3C503N4(CH3)4+POCI3 = 3C502N4(CH3)3Cl + PO(OCHS)s3. 
It can be converted by nascent hydrogen into caffeine. 


Electro-reduction of Purine Derivatives. 


TAFEL has stated that caffeine, xanthine, uric acid, and sim- 
ilar compounds reducible with diffi¢ulty by the ordinary methods 
readily take up hydrogen evolved by electrolysis. For this pur- 
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pose the compounds are dissolved in sulphuric acid, the strength 
of which is varied to suit the particular compound, and lies between 
50 and 75 per cent. This solution is contained in a porous cell, and 
has a lead cathode immersed in it. This cell is placed in sulphuric 
acid of 20 to 60 per cent. strength, which contains the anode. The 
hydrogen evolved at the cathode by the current readily effects the 
reduction of these compounds. 

Electro-reduction transforms xanthine and its homologues 
into deoxy-derivatives, the process requiring four atoms of hydrogen: 


CsHi902N,+4H = CgH,20N,+H,0. 
Caffeine Deoxycaffetne 


The deoxy-compounds are stronger bases than their parent-sub- 
stances, which have very weakly basic properties. 
The reduction of uric acid requires six hydrogen atoms, and 
yields purone: 
C; H40sN, +6H = Cs HsO;N, +H,0. 


Uric acid 


The oxygen atom of carbon atom 6 is replaced by hydrogen. Two 
hydrogen atoms are simultaneously added at the double bond of the 
uric-acid molecule: 


a H—®CO NH—CH, 
56 —7NH —CO CH—NH 
к UA H NH—CH—NH 
Urio acid Purone 


This structure is proved by the fact that on heating with baryta- 
water purone yields two molecules of carbon dioxide: it must, 
therefore, contain two unaltered urea-residues, which necessitates 
the presence of carbonyl-groups 2 and 8. It can be proved that 
earbonyl-group 6 is also the group reduced in xanthine and its 
homologues. 

Purone is neither a base nor an acid, and is not attacked by 
oxidizing agents. When warmed with a 10 per cent. solution of 
caustic soda, it is transformed into isopurone, which has acidic 
properties, and is readily oxidized. 











§ 273] ELECTRO-REDUCTION OF PURINE DERIVATIVES. 379 


The application of the electro-reduction method was at first 
attended by many difficulties, yields varying between wide limits 
being obtained, even when the process was apparently carried out 
in exactly the same way. Tare. has both discovered the cause of 
this anomaly, and indicated a method by which the reaction can be 
kept under control. His investigations are of interest, and are 
worth describing in some detail. 

To be able to watch the course of the reduction-process, TAFEL 
closed the porous cell with a stopper, through which the cathode and 
& delivery-tube for the gas were introduced, care being taken to 
make the connections air-tight. A second apparatus, exactly simi- 
lar to that used for the reduction, but containing acid alone, with- 
out the purine derivative, was introduced into the same circuit. 
Periodically, the gas from both was collected simultaneously during 
one minute. The difference between these volumes of gas is a 
direct measure of the course of the reduction during that minute, 
since it indicates the quantity of hydrogen used in the reduction. 

When this quantity is represented graphically, the abscisss 
standing for the time which has elapsed since the beginning of the 
experiment, and the ordinates for the quantity of hydrogen used 
in the reduction, the normal course of the reduction is indicated 
by Fig. 72, since the quantity of hydrogen absorbed in the unit of 


A 

: 0,04 MQ,PT, 

& 

2 

= B 

О TIME IN MINUTES 
Fig. 72.—NorMAL REDUCTION- Fig. 73.—ABNORMAL REDUC- 
CURVE. TION-CURVE. 


time must diminish in the same proportion as the quantity of 
unreduced purine derivative. 

TAFEL has, however, observed that the addition of traces of a 
platinum or copper salt, as well as of certain other salts, very 
quickly reduces the quantity of hydrogen absorbed to nearly zero. 
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The graphic representation in this case for the addition of 0-04 
milligrammes of platinum for each 100 square centimétres of 
cathode surface is shown in Fig. 73. This curve indicates that the 
slightest contamination of the lead of the cathode by certain other 
metals is almost sufficient to stop the electro-reduction. 

The following considerations afford an insight into the cause of 
this phenomenon. Hydrogen is only evolved by the passage of an 
electric current through dilute sulphuric acid when the contact- 
difference of potential between the electrodes and the solution 
exceeds a certain value. This is a minimum when platinum 
electrodes are used, and very nearly coincides with the contact- 
difference of potential to be expected on theoretical grounds for a 
reversible hydrogen—sulphuric-acid—oxygen-element. 

When the cathode is made of other metals, the contact- 
difference of potential is greater before the evolution of hydrogen 
begins: for this a supertension is necessary. This supertension 
has a very large value for lead, but as soon as the least trace 
of platinum or of certain other metals is brought into contact 
with the surface of the lead cathode, the supertension disappears, 
and with it the power possessed by the evolving hydrogen of 
reducing purine derivatives. E. 

The explanation is that the contact-difference of potential 
regulates the energy with which the discharged ions can react, 
for the pressure under which & discharged ion leaves the solution 
depends only upon the contact-difference of potential between the 
electrode and the liquid in which it is immersed. NeERnsT states 
that by varying the contact-difference of potential it is possible 
to obtain pressures from the smallest fraction of an atmosphere 
up to many millions of atmospheres. Hence, reductions unattain- 
able by other methods, and without supertension, are possible at 
cathodes where it exists. 











SECOND PART. 
CYCLIC COMPOUNDS. 


INTRODUCTION. 


274. With but few exceptions, the compounds described in the 
first part of this book contain an open chain. Examples of these 
exceptions are cyclic compounds such as the lactones, the anhy- 
drides of dibasic acids, and the uric-acid group. The closed chain 
of such compounds is very readily opened, and the close rela- 
tionship of their methods of formation and properties with those 
of the open-chain derivatives, makes it desirable to include them 
in a description of the aliphatic compounds. 

There exists, however, a large number of substances containing 
closed chains of great stability towards every kind of chemical 
reagent, and with properties differing in many important respects 
from those of the aliphatic compounds. They are called cyclic 
compounds, and are classified as follows: 

A. Carbocyclic compounds, with a closed ring of carbon 
atoms only, subdivided into 

1. Alicyclic compounds, such as the cycloparaffin derivatives 
(121), and 

2. Aromatic compounds, or benzene derivatives. In this 
class are included the compounds having condensed rings, or 
two closed chains with atoms common to each. The typical 
representative of this type of condensed ring is naphthalene, 
Cio Hs, with two benzene-nuclei. 

B. Heterocyclic compounds, with rings containing carbon 
atoms and one or more atoms of another element. This class 
is exemplified by pyridine, CsHsN, and its derivatives, with a 
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ring of five carbon atoms and one nitrogen atom; furan, C,H,0, 
with four carbon atoms and one oxygen atom; pyrrole, C4HsN, 
with four carbon atoms and one nitrogen atom; ihiophen, 
C,H,S, with four carbon atoms and one sulphur atom; pyrazole, 
C3H4Ne, with three carbon atoms and two nitrogen atoms; 
and numerous other combinations. 

Two dissimilar rings can also have atoms in common, as in 
quinoline, CgH7N, which contains a benzene-nucleus and a 
pyridine-nucleus. 

Since numerous derivatives of all these compounds are known, 
the scope of the cyclic division of organic chemistry is much 
more extended than that of the aliphatic division.* The descrip- 
tion of the cyclic group is, however, greatly simplified by the 
fact that in it the properties of alcohols, aldehydes, acids, etc., 
already described for the aliphatic compounds, are again met with. 


* Its wide range is indicated by the fact that 319 ring-systems have been 
described. 


A. CARBOCYCLIC COMPOUNDS. 


1. ALICYCLIC COMPOUNDS. 
I. cycloPropane Derivatives. 


CH 
ors. eycloPropane, CaH oF) „ == is obtained by the action 


3 

of sodium on trimethylene bromide, CH:BreCH:*CH;Br (148). It 
is a gas, which liquefies at a pressure of five to six atmospheres. It 
is not identical with propylene, CH::CH-CHs, since with bromine 
it forms an addition-product only very slowly under the influence of 
sunlight, yielding trimethylene bromide; nor is it oxidized by per- 
manganate. These properties and its synthesis prove its constitution. 

cycloPropylcarboxylic acid is formed by saponifying the primary 
product of the interaction of ethylene bromide and diethyl disodio- 
malonate, and eliminating carbon dioxide: 


CH, Br СООС,Н, 
ЈЕ + Ма, e = 2NaBr+ LX — 
{Br COOC;H, COOC,H, 

COOH 
~ | Уо = н 2ен-соон. 
H, COOH CH 


II. cycloButane Derivatives. 


276. cycloButane derivatives are obtained when diethyl di- 
sodiomalonate reacts with trimethylene bromide, the diethyl ester 
of a cyclobutyldicarborylic acid being formed: 


CH, Br t 
H, + Na,/C(COOC.H,) = 5н, C(COOC;H,), --2NaBr. 
Br CH, 
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When heated, the dibasic acid obtained by the saponification of this 
ester loses one molecule of carbon dioxide (164), yielding cyclo- 
butylearboxylic acid. 

cycloButane is obtained from this acid by a method applicable 
to the preparation of other hydrocarbons. The acid amide (I.) 
is converted by the method of 359 into cyclobutylamine (II.). Treat- 
ment of this amine with excess of methyl iodide yields the iodide 
of the quaternary ammonium base III., from which the base is then 
prepared. On dry distillation, it decomposes (66) into trimethyl- 
amine, water, and cyclobutylene (IV.): 


И CH,—CH-CONH, E CH,-OH-NH, 
бн,—бн, ned: 
.N(CH),0H 


CH,—CH 
um i ш. +М(СН,), + Н,О. 
H,—CH 


e 
On careful reduction with hydrogen and nickel, cyclobutylene is 
converted into cyclobutane. 


II n | 
-— . 
ang 


CH,—CHOH 
The main product of the oxidation of cyclobutanol, | | ; 
CH:—CH: 


CH H 
is cyclopropanal, | DOHC; cyclobutanone being also formed. 
2 


This reaction is remarkable as an illustration of the transformation 
of a ring of four carbon atoms into one of three carbon atoms. 
The converse change of a cyclobutyl-ring to a cyclopentyl-ring 

CH,—CH-CH;OH 
is exemplified by digesting cyclobutylcarbinol, | | : 
CH;—CH: 
with concentrated hydrobromic acid, the corresponding bromide 
being formed. This bromide is transformed by nascent hydrogen 
into cyclopentane, instead of methylcyclobutane. 


III. cycloPentane Derivatives. 


277. cycloPentane derivatives can be obtained by a similar method 
the action of tetramethylene bromide on diethyl] disodiomalonate. 

When calcium adipate is submitted to dry distillation, cyclo- 
pentanone is formed: 


s 
/ 
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CH,-CH;,- nA СН,,СН, 
ls cg o^ A ее a 7 


eelo Fontanna 
It is also obtained by heating adipic anhydride: 
CH, . CH, е СН, s CH 
b O = 00,+ | "усо. 
СН,. H,-CH; 
The structure of this compound is proved-by its oxidation to glutaric 
acid: 


CH,-CH, CH, -CH,-COOH 
yen 
CH, CH4 CH; -COOH 


Glutaric acid 


This reaction presents a contrast to the oxidation of a straight- 
chain ketone to two acids. The possibility of the compound being 
an aldehyde is excluded by the impossibility of oxidizing it to a 
monobasic acid with the same number of carbon atoms. 

cycloPentanone is a constituent of the residue obtained in the 
fractionation of methyl alcohol (42). It is a liquid of peppermint- 
like odour, and boils at 130°. 

cycloPentane is obtained by the séduction of this ketonic deriv- 
ative, the carbonyl-group taking up two H-atoms, with formation 
of & CHOH-group. By treatment with hydriodic acid, hydroxyl 
is first replaced by iodine, and finally by hydrogen: 


СН,.СН CH; Pe 
CH;- CH; 


CH; e CH сн 2° CH; 
20H = og 
Н, » CH; CH; е СН; 


cycloPentane is a colourless liquid boiling at 50°. It is a constituent 
of Caucasian petroleum. 

278. Croconic acid, CsH:0s, is a remarkable cyclopentyl-deriv- 
ative, obtained by the oxidation of hexahydroxybenzene (337) 
in alkaline solution. It has an intense yellow colour, and is con- 
verted by weak reducing agents into a colourless substance, oxidizable 
to croconic acid. On oxidation, croconic acid is transformed into 
leuconic acid, C,0.,4H,O. This compound has the constitution 
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CO.CO 


| ос) 200490, 


since it yields a pentoxime of the formula (C: NOH)s. 


IV. Higher Alicyclic Derivatives. 


279. cycloHezane and its derivatives form the group of hydro- 
aromatic compounds. On account of their relationship to the ter- 
penes and camphors, they are described in a separate chapter. 
(363-364). 

Several methods are applicable to the preparation of substances 
containing rings of seven carbon atoms. The first member of this 
class to be prepared was suberone, obtained by the 4 distillation 
of calcium suberate: 


CH,-CH,-CH,: CH,-CH,-CH 
2° 3° 2° VE 2 СаСО, + 3 3 3N 

H.-CH,.CH,.CO0/ H,-CH,-CH/ 
‘Calcium suberate Suberone 


Hydrolysis of the nitrile obtained by addition of hydrocyanic 
acid to suberone and reduction of the resulting a-hydroxy-acid 
yield suberanecarbozylic acid: 


CH,-CH,-CH, OH CH,-CH,°CH, 
[ 4 <i CH: COOH. 
H,-CH,-CH, CN CH;.CH,.CH 
This acid is also obtained by the interaction of ethyl diazoacetate 
and benzene, ethyl pseudophenylacetate being formed as an inter- 
mediate product: 
CH 
HC/ NCH 
C.H. + NHC-COOGH, - >CH-COOGHs + Nx 
HC 
CH 
The acid corresponding with this ester can be transformed into the 
isomeric isophenylacetic acid: 
CH 


HC H 
CH.COOH, 
HC CH 


CH 
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Reduction converts this isomeride into suberanecarboxylic acid, 
proving the presence of an unsaturated ring of seven carbon atoms. 

A third mode of preparing cyclic compounds with seven carbon 
atoms is exemplified by the conversion of cyclohexylmethylamine (I.) 
and other similar primary amines into stable nitrites (II.): 


,/CH,—CH, 
е й, CH: CH;: NH, — (CH); > CH ы CH; NH, NOH. 
3 


: II. 
On boiling in acetic-acid solution, these nitrites are transformed 
by elimination of nitrogen into the alcohols of the next higher 
ring-system: 


(СН,),> CH-CH,-NH,-NO,H — (CH,).>CHOH. 


The conversion into suberone by oxidation of the alcohol formed 
from cyclohexylmethylamine affords a proof of the course of this 
reaction. The synthesis of cyclic compounds containing eight 
carbon atoms is effected similarly. 

280. The cyclic hydrocarbons, CnH m, from cyclopropane to cyclo- 
octane have been definitely isolated. The table contains a com- 
parison of some of their physical constants with the corresponding 
constants of the normal hydrocarbons of the saturated series 
CoHen+2, and the unsaturated series, C, Hon. 


CyHon +2 C, Hon, Unsaturated, Cp H 5p. Cyclic. 








баен — l — r ық 

of Carbon 

Atoms. Boiling- Specific Boiling- Specific Boiling- сш, 

point. Gravity. point. Gravity. point. De’. 

3 —45° |0-.536  (09)|— 48-2? ca.—35? 
4 1° 0.600 (0°)|— 5° 11°-12° | 0-7038 
5 36-3? |0,627 (14°) 35° 0-648 (0°) 49° 0-7635 
6 68-9° [0:658 (20°)|| 68° 0-683 (15°) 81° 0-7934 
7 98,4° |0.683 (20?)| 98? 0.703 (19-5?) 117° 0.8252 
8 125.6° |0.702 (20?)| 124° 0.722 (17°) 147° 0-850 





The saturated cyclic hydrocarbons have higher boiling-pointe 
and much higher specific gravities (about 0-12) than their unsatu- 
rated isomerides. The saturated hydrocarbons contain two hydro- 
gen atoms more than the corresponding olefines. The correspond- 
ing members of both series have almost the same boiling-points, but 
their specific gravities are about 0-02 lower. 
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The molecular volumes of the unsaturated compounds are appre- 
ciably higher than those of the corresponding isomeric cyclic deriva- 
tives. For hexylene the molecular volume is 123°0, and for cyclo- 
hexane 106°4. The presence of a double bond obviously augments 
the volume appreciably. 

In studying the refraction of the cycloparaffins and their deriv- 
atives, EvkMAN found the difference between their molecular 
refractions and those of the corresponding saturated compounds 
with the formula C,H2,43 not constant, but dependent on the 
number of carbon atoms in the nucleus, and also on the presence or 
absence of side-chains. The smaller the number of carbon atoms in 
the nucleus, the greater is the molecular refraction of isomerides, 
and its value is still higher in substances with a double bond. The 
most probable explanation of this phenomenon is the strain char- 
acteristic of these ring-systems (120). The double linking involves 
the greatest strain, the carbon bonds being deflected from the normal 
position to the extent of 54° 41’. For a ring of three carbon atoms 
the deflection is 24° 44’, for a ring of four carbon atoms 9° 34’, and for 
a ring of five carbon atoms only 2 few minutes. 

The refraction method affords a valuable aid in ascertaining the 
nature of the ring-systems present in compounds (370). 


2. AROMATIC COMPOUNDS. 
CONSTITUTION OF BENZENE. 


281. Certain substances found in the vegetable kingdom are 
characterized by the possession of an agreeable aroma: such are 
oil of bitter almonds, ой ој caraway, oi of cumin, balsam of Tolu, 
gum-benzoin, vanilla, etc. These vegetable-products consist prin- 
cipally of substances of somewhat similar character, which differ 
from the aliphatic compounds in containing much less hydrogen in 
proportion to the other elements: thus, cymene, C19H, 4, is obtained 
from oil of carraway; toluene, C;Hs, from balsam of Tolu; and 
benzoic acid, C; HO», from gum-benzoin. The saturated aliphatic 
compounds with the same number of C-atoms have the formule 
Ci 09H, C7Hie, and C,H, 402, respectively. 

Before the nature of the so-called aromatic compounds had been 
closely investigated, and on account of their external similarity, it 
was customary to regard them as members of a single group, just 
as ordinary butter and “‘butter of antimony,” SbCls, were classed 
together because of their similarity in consistency. This method 
of classification is still adopted for compounds with analogous 
properties, but of imperfectly understood constitution, such as the 
bitter principles, some vegetable alkaloids, and many vegetable dyes. 

A closer study of the aromatic compounds has shown that the 
old and somewhat arbitrary classification according to external re- 
semblance is well founded, since all these substances may be looked 
upon as derivatives of one hydrocarbon, benzene, CgHg, just as the 
aliphatic compounds can be regarded as derived from methane, 
CH,. Thus, on oxidation, toluene yields benzoic acid, the calcium 
salt of which is converted into benzene by distillation with lime. 
The dibasic terephthalic acid, Cs H604, is formed by the oxidation of 
cymene, and can be similarly transformed into benzene. 

The discovery of this relation by KEKkuL& brought into promi- 
nence the question of the constitution of benzene, the basis of all 
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the aromatic compounds. Its formula, CgHg¢, contains eight hydro- 
gen atoms less than that of the saturated paraffin with six C-atoms, 
hexane, CgH,4. Benzene, like other hydrocarbons poor in hydrogen, 
such as CgH;? and CgH;o, might be supposed to contain multiple 
carbon bonds, but its properties do not admit of this assumption. 
Compounds with a multiple carbon bond readily form addition- 
products with the halogens, are very sensitive to oxidizing agents, 
and easily react with vON BAEYER’s reagent (113): benzene lacks 
these properties. It yields halogen addition-products very slowly, 
whereas compounds with a multiple carbon bond form them instan- 
taneously. It must, therefore, be concluded that benzene does not 
contain multiple carbon bonds, and that the carbon atoms in its 
molecule are linked together in a special manner. 

282. To understand the manner of linking of thc benzene carbon 
atoms, it is necessary to know the relative distribution of its hydro- 
gen and carbon atoms. Two facts suffice to determine this dis- 
tribution. First, there are no isomerides of the monosubsttution- 
products of benzene. Second, the disubstitution-products exist in three 
isomeric forms. Hence, there is only one monobromobenzene, 
CeHsBr; but three dibromobenzenes are known, and are distin- 
guished by the prefixes ortho, meta, and para. 
| It follows from the first of these facts that the siz hydrogen 
atoms of benzene are of equal value (359): that is, replacement of 
any one of them yields the same monosubstitution-product. Three 
formule, in which the six hydrogen atoms are of equal value, are 
possible for benzene: 

I. C4(CH3a)s; П. Сз(СН.)з; III. (CH)e. 
It has now to be considered which of these formule agrees with 
the second fact stated over-leaf. 

A disubstitution-product of a compound with formula I. can be 
either CH;X CHX 

С. {снах о 0 |снг 
No other isomerides are possible, so that this formula is inadmis- 
sible as leading to two, instead of to three, isomerides. 

With formula II. four isomerides seem possible: 

a. CHX b. CHX c. СХ а. CHe 
Сз {cx Сз | СН» Сз СН» Сз | CX». | 
СН» CHX CH2 СНз 
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The hydrogen atoms in benzene being equivalent, the CH;-groups 
in the benzene molecule must be similarly linked, so that a=b, and 
c=d: in other words, the number of possible isomerides is reduced 
to two. Formula II. cannot be accepted either, since it also fails to 
explain the formation of three isomeric disubstitution-products. 

"There remains only formula III., in which each carbon atom is in 
union with one hydrogen atom. The question of the constitution 
of benzene therefore narrows itself to this: given a compound CgHg, 
in which each carbon atom is linked to one hydrogen atom, the 
problem is to find a formula which accounts for the equivalence 
of all the hydrogen atoms, the formation of three disubstitution- 
products, and the absence of double or multiple bonds. It is evi- 
dent that an open carbon-chain formula cannot fulfil the prescribed 
conditions, since the hydrogen atoms attached to such a chain con- 
taining terminal and intermediate CH-groups could not be equi- 
valent. The six hydrogen atoms can on y be of equal value with a 
ring of six C-atoms: 


сн 
1 
HC #Яон 


This arrangement of the CH-groups also fulfils the second condition, 
as is evident from the scheme: 


Cx 
Ch Кусу O fe en O (e tN om Ofe Jon. 
Но {5 ‚ сн ^ Hob, SoH HON | Jox хо, Jou 
сх 


in which the compounds Св Н.Х», 1:2— 1:6, 1:3— 1:5, and 1:4 are 
isomeric. The formation of three isomerides is, therefore, also 
accounted for. 

283. This hexagonal formula finds support in the evidence 
afforded by very many investigations of isomeric benzene deriv- 
atives, and affords a partial elucidation of the constitution of 
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benzene. But despite exhaustive investigation by the most 
eminent chemists, an entirely satisfactory explanation of the 
inner structure of the benzene molecule, and 
C of the mode of linking of the fourth bond of 

H CH each of the six carbon atoms, is still lacking. 

KEKULÉ assumed the presence of three 
double bonds in the benzene molecule, as in- 
HO CH dicated in Fig. 74. 

С There are two objections to KEKULÉ’S 

Fia. 74.—Kxxkvuré's formula, the first being tle representation of 

BENZENE-FORMULA. benzene as an unsaturated compound. The 

sceond drawback is the dissimilarity of the 

two ortho-positions, the carbon atoms being singly linked on one 
side, and doubly linked on the other. 

WILLSTATTER attempted the synthesis of the compound 
cycloheratriene, CgHe, with the constitution assigned by KEKULE 
to benzene. The starting point was cyclohexanol (1.), & substance 
readily converted into cycloherene (II.) by elimination of water. 
A dibromide (III.) is formed by addition of bromine, and one of 
its bromine atoms eliminated as hydrobromic acid by the action 
of dimethylamine, the other bromine atom being replaced by 
the dimethylamino-residue (IV.). The cycloherylamine thus 
formed reacted with methyl :odide and then with silver hydroxide, 
the product being a base (V.), converted by dry distillation at 
reduced pressure (276) into cyclohezadiene (VI.). Compounds 
II. and VI. had all the properties characteristic of unsaturated 
derivatives. Addition of bromine to VI. gave VII. (compare 127 
and below), a substance converted into the corresponding di- 
ammonium base by a process similar to that involved in the trans- 
formation of III. into V. At the very low pressure of one- 
hundredth of a millimètre, this base was found to decompose at 0° 
into water, trimethylamine, and the compound with formula IX., a 
substance resembling benzene in all respects. The disappearance 
of the unsaturated character is an indication of the complete 
change in properties occasioned by the introduction of a third 
double bond into the ring of six carbon atoms. 

The objections to KEKULÉ’s formula have been met by a modi- 
fication proposed by THIELE, who has made a special study of 
substances containing a conjugated linking (127), and has found 
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that addition of two univalent atoms to such compounds converts 
them into others with a double bond at the centre: 


—CH=—CH—CH=—CH— +2X — —CHX—CH=CH—CHX—. 


To explain this phenomenon, he assumes that the whole of the 
affinity of the double bond is not employed, but that a part— 
the residual affinity—remains free at atoms 1 and 4, the remainder 
being satisfied between atoms 2 and 3, as indicated in the scheme 


1 2 3 4 
C—C—C-—C. 


The dotted lines denote partial valencies. 'The hypothesis of 
valency-electrons (244) affords an insight into the possibility 
of the existence of such partial valencies. "There is à double bond 
between C-atoms 2 and 3, but it is inactive, since addition takes 
place only at 1 and 4. - 

The application of THIELE’s hypothesis to KEKULÉ’s formula 
gives a graphic representation (Fig. 75) with three inactive 
double bonds, but lacking free partial valencies. 
This peculiar type of structure might explain 
the difference between the properties of benzene 
and those of unsaturated compounds. 

By a method similar to that employed in 
his attempt to prepare cyclohexatriene, WILL- C 
sTATTER has synthesized cyclooctatetraenz. In Fia. 75.—TurELE's 
accordance with THIELE’s hypothesis, this sub- ЕНЕ КОНЫ: 
stance must possess only inactive double bonds, but the product 
has the character of a highly unsaturated compound. 

This fact has brought von BAaryer’s centric formula (Fig. 76) 
into prominence again. In this representation the fourth valency 
of each carbon atom is directed toward the centre of the hexagon, 
the attraction of the valencies for each other keeping them in 
equilibrium. There are important stereochemical objections to 
the centric formula. As is evident from the stereo-formula (Fig. 
77), it indicates the possibility of the existence of two modifica- 
tions of benzene derivatives with two dissimilar orthosubstituents, 
although no example of this phenomenon has been observed. 

Contradictory evidence has also been afforded by the results 
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obtained from physico-chemical experiments instituted with the 
object of solving the complex problem of the constitution of 
benzene, the refractometric method furnishing an example. 
When two double bonds are conjugated, the molecular refrac- 
tion exhibits an exaltation (127), and this phenomenon is much 
more marked with three conjugated double bonds. This pecu- 
larity is exemplified by hexatriene, CHo=CH+CH=—CH:CH=—CHa, 


cu CH 
CH 
HC CH “| | 
HO OH CH 
a CH Он 
Fie. 76.—Von Fia. 77.—Vow BaEvEenR'a . Fra. 78.—WiLLSTÁTTER'S 
BAEYER's CENTRIC STEREO-FORMULA. cycloOCTATETRAENE. 
FORMULA. 


& compound discovered by van RomsBurcH. There is no exalta- 
tion in the observed value of the molecular refraction of benzene 
compared with that calculated on the assumption of the presence 
of three ordinary double bonds, and the same holds for cyclo- 
octatetraene (Fig. 78). Since the closing of the chain to form a 
ring of either six or eight carbon atoms exerts very little influence 
on the molecular refraction, the absence of exaltation must 
be ascribed to the disappearance of the residual affinities in 
consequence of the closing of the carbon chain. Although benzene 
and cyclooctatetraene are entirely analogous in refractometric 
character, they display wide differences in chemical properties. 

THIELE’s modification of Kekurf's formula is the best avail- 
able representation. As can be seen from a model, its six carbon 
atoms and six hydrogen atoms lie in the same plane. Despite 
the remarkable character of this conception, its accuracy is proved 
by the fact that any other of the spacial formuls proposed for 
benzene presents a serious difficulty, since it involves the possibility 
of the existence of non-superimposable mirror-images of compounds 
C«&HA4AB, and therefore of optically active isomerides. Compounds 
of this type have never been prepared, nor found in nature. 
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Nomenclature and Isomerism of the Benzene Derivatives. 


284. The different isomeric disubstitution-products are distin- 
guished by the prefixes ortho, meta, and para, or the positions of 
their substituents are denoted by numbers: 


1:2=1:6 substitution-products are called ortho-compounds. 
1:321:5 °° ??  mela-compounds. 
1:4 " n 0? >? para-compounds. 
The number of isomeric substitution-products is the same for 
two similar or dissimilar substituents, but not for three. When the 
three groups are similar, three isomerides exist: 


x x | х 
X 
; ; ; 
X x X x 
| x 


Adjacent or Vicinal Symmetrical Unsymmetrieal 
1:2:3 1:3:5 1:3:4 


When one of the groups is dissimilar to the other two, different 
vicinal derivatives result by substitution at 2 and at 3 respectively, 
and, for the unsymmetrical compound, substitution at 3 produces a 
different compound from that resulting on exchange at 4. For 
four similar groups the same number (three) of isomerides 1s pos- 
sible as for two, since the two remaining hydrogen atoms can be in 
the ortho-position, meta-position, or para-position to one another. 
The number of isomerides possible in other cases can be readily 
determined. 

An alkyl-radical or other group linked to a benzene-residue, 
as in CsHs-CH3 or CeHs-CH2-CHe2-CHs, is called a side-chain, 
the benzene-residue being called the nucleus. Substitution can 


_take place both in the nucleus and in the side-chain; when in the 


former, it is usual to refer to the position of the substituent rela- 
tive to those already present, the determination of which is called 
the determination of position, or orientation, of the substituents. 
The methods of orientation are given in 354 to 358. - 





PROPERTIES CHARACTERISTIC OF THE AROMATIC COM- 
POUNDS: SYNTHESES FROM ALIPHATIC COMPOUNDS. 


285. The saturated hydrocarbons of the aliphatic series are not 
attacked by concentrated nitric acid or sulphuric acid, and only to 
a small extent by oxidizing agents: their halogen-substituted 
derivatives react with great ease. The aromatic hydrocarbons 
differ from the aliphatic hydrocarbons in all these respects. 

1. The aromatic hydrocarbons are readily attacked by concen- 
trated nitric acid, with formation of nitro-compounds: 


CeHs: fH +HO}NOz = ече +H,0. м 
itrobensene 


These substances yield &mino-derivatives on reduction, and are 
consequently true nitro-compounds. 

2. On treatment with concentrated sulphuric acid, the aromatie 
compounds yield sulphonic acids: 


Cs Hs. Н T НО) :SOSH = СН: SOH +Н,0. 


Bensenesulphonic acid 


The sulphur of the SO3H-group is linked to a carbon atom of the 
benzene-nucleus, since thiophenol, CgHs-SH, also yields benzene- 
sulphonic acid on oxidation: 


СвНь е SH => СвНь . SO3H. 


3. The aromatic hydrocarbons with side-chains are oxidized 
without difficulty to acids, the whole side-chain being usually oxi- 
dized to the carbon atom in union with the nucleus, with formation 
of carboxy]. 

4. Chlorobenzene and bromobenzene have their halogen atoms 
so firmly attached to the phenyl-group, CgHs, that they are almost 
incapable of taking part in double decompositions with such com- 
pounds as metallic alkoxides, salts, and so on. 

397 
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Two syntheses of aromatic from aliphatic compounds аге 
cited here: other examples are given in the chapter on hydro- 
cyclic derivatives (363—364). 

1. When the vapours of volatile aliphatic compounds are 
passed through a red-hot tube, aromatic substances are among 
the products. The condensation of acetylene, C2H2, to benzene 
is a typical example, although passage through a red-hot tube 
transforms benzene-vapour into acetylene, proving that both 
reactions are incomplete. In addition to benzene, other aromatic 
compounds are also formed. A synthesis of benzene from car- 
bon monoxide is described in 337. 

2. On treatment with sulphuric acid, acetone is converted into 
mesitylene, or 1:3:5-trimethylbenzene (288): 


3C3HgO — 3H90 = СН}. 


Other ketones condense similarly to aromatic hydrocarbons. 








BENZENE AND THE AROMATIC HYDROCARBONS WITH 
SATURATED SIDE-CHAINS. 


Gas-manufacture and its By-products: Tar. 


286. The aromatic hydrocarbons are employed in large quanti- 
ties in the manufacture of coal-tar colours, and are obtained from 
coal-tar, a by-product in the manufacture of gas. A short descrip- 
tion of this process will not be out of place, since it also yields other 
products of importance in the organic chemical industry. 

Coal ёв gradually heated in fire-clay retorts of a-shaped cross 
section, and is finally raised to a red heat: the gases and vapours 
are removed as completely as possible by means of exhaust- 
pumps. Coke remains in the retorts, and is employed as fuel 
and in many metallurgical processes, although for the latter pur- 
pose the coke has usually to be prepared by special means. 

The distillate contains three main products. 1. Gases (illumi- 
nating-gas). 2. An aqueous liquid, containing ammonia and other 
basic substances, such as pyridine bases. 3. Tar. These products 
are separated from one another as completely as possible by a series 
of treatments. The crude gas is passed over iron-ore and lime, to 
remove the cyanogen derivatives and sulphur compounds. The 
former purifying material is employed subsequently for the prepara- 
tion of potassium ferrocyanide (257), an important source of the 
cyanogen compounds. 

Tar is a thick, black liquid with a characteristic odour. Its 
colour is due to suspended particles of carbon. It is a complicated 
mixture of neutral, acidic, and basic substances. The first are 
principally hydrocarbons, chiefly belonging to the aromatic series. 
About 5-10 per cent. of the tar consists of naphthalene, and 1-1-5 
per cent. of a mixture of benzene and toluene. Phenol (294) is the 
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principal acidic constituent of tar. Basic substances are present 
only in small proportion: the chief are pyridine, quinoline, and 
their homologues. 

In the arts, the separation of the tar-products is effected partly 
by chemical] means, and partly by fractionation. The tar is first 
_ distilled, a considerable portion remaining in the retort as a black, 
either soft or somewhat brittle mass, known as pitch. The dis- 
tillate is submitted to fractional distillation, four fractions being 
obtained. 

1. Light oil, between 80° апа 170°; D 0-910-0- 950. 

2. Middle oil, or carbolic oil, between 170° and 230°; D 1-01. 
3. Heavy oil, or creosote-oil, between 230° and 270°; D 1-04. 

4. Green oil or anthracene-oil, above 270°; D 1-10. 


The light oil contains benzene and its homologues, which can be 
separated by further fractionation. Only a limited number of the 
homologues of benzene are present in the light oil—principally 
toluene, or methylbenzene, and rylene, or dimethylbenzene. 


Benzene and its Homologues. 


287. The homologues of benzene can be prepared by the 
method of Frrrig, and by that of FRIEDEL and CRAFTS. 

1. FrrriG's synthesis is carried out by treating bromo- 
benzene, or, in general, a hydrocarbon containing bromine in the 
nucleus, with an alkyl bromide or iodide and sodium (29): 


CsH;|Br + Br С.Н; = = CoH;—CoHs +2NaBr. 
+|Ма Na Ethylbe 


A series of by-products is sometimes obtained, among them par- 
affins and diphenyl, C,H,-C,H,. The yield of alkylbenzene is, 
however, very good when the higher normal primary alkyl iodides 
are employed. 


2. FRIEDEL and CraFts’s synthesis is peculiar to the aromatic 
series, and depends upon a remarkable property of aluminium 
chloride. This substance is obtained by the action of dry hydro- 
chloric-acid gas on aluminium-foil. On bringing it into contact 
with a mixture of an aromatic hydrocarbon and an alkyl chloride, 
clouds of hydrochloric acid are evolved, and hydrogen of the nucleus 
is exchanged for the alkyl-group: 


CoH,- (H +CI|CHs = CeHs-CH3 +HCL 
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In the synthesis of FRIEDEL and Crarrs more than one alkyl- 
group is generally introduced, the monosubstitution-products and 
the higher substitution-products being simultaneously formed. The 
mixture can be separated by fractional distillation. 

This reaction constitutes a method both for the building-up and 
breaking-down of a hydrocarbon. When toluene, C.Hs°CHs, is 
treated with aluminium chloride, benzene, C4H,, and xylene, 
CH4(CH3;), are formed. The alkyl-groups of one hydrocarbon are 
exchanged for the hydrogen of the other. The reaction can also be 
effected by the action of concentrated sulphuric acid upon aromatic 
hydrocarbons with a number of side-chains. 


There are many different types of the reaction of FRIEDEL 
and Crarts, and there has been much diversity of opinion as to 
its mechanism. Sometimes only a very small proportion of 
aluminium chloride suffices; in other reactions there must be at 
least one molecule of the chloride for each molecule of the reacting 
substance. BOESEKEN regards the process as one of simple catal- 
ysis, having proved reactions requiring a large excess of aluminium 
chloride to be attended by a combination between it and the other 
reacting substances, most of the aluminium chloride being thus 
rendered non-reactive. | 

3. By heating an alcohol, an aromatic hydrocarbon, and zinc 
chloride at 270°-300°. The zinc chloride acts as a dehydrating 


agent: 
CeH[H + HO} °C5H1, =CeHs-C5Hi; + H20. 


The following reactions are also available for the preparation 
of both benzene and its homologues: 

4. Like the saturated aliphatic hydrocarbons, the aromatic 
hydrocarbons are obtained by the distillation of the calcium salts 
of the aromatic acids with soda-lime (83): 


CeHs5° |COoca* +ca0| H =CgHg+CaCO 3. 


5. Benzene and its homologues can be obtained by heating the 
sulphonic acids with sulphuric acid or hydrochloric acid, the decom- 
position being facilitated by the introduction of superheated steam: 





* са = Са. 


402 ORGANIC CHEMISTRY. [$ 288 


CoH (CHs)2{SO3H +HO|H = CyHi(CHs)2 +H280,. 


This method can be employed in the separation of the aromatic 
hydrocarbons from the paraffins. When warmed with concentrated 
sulphuric acid, the former are converted into sulphonic acids, soluble 
in water: the paraffins are unacted upon and are insoluble in water. 
A mechanical separation is thus possible. 

This method can also be applied to the separation of the aromatic 
hydrocarbons from one another, since some of them are more readily 
converted into sulphonic acids than others. 


288. Benzene and the aromatic hydrocarbons with saturated 
side-chains are colourless, highly refractive substances, liquid at 
ordinary temperatures, and possessing a characteristic odour. 
They are immiscible with water, but mix in all proportions with 
strong alcohol. Some of their physical properties are indicated in 
the table. 









= 









Benzene. . ...... ..-* кеек СЕН 0-874 (20°) 
Toluene. eeneeoeoeoe 8 e288 оозоооове • Coll, CES 0-869 (16°) 
еце irasara ..4с,н,<С81 0-881 (0°) 
Мевіќуіепе. . ................. C,H3(CH3), (1:3:5) 0-865 (14?) 
Ethylbensene. ............... С.Н, C 0-883 (0° 
cg eee — 0-866 (16°) 
p-Methylhisopropyibenzene 

(Cymeno) ! x 0-856 (20°) 






The boiling-points of the isomeric benzene derivatives are 
usually very close together, but the melting-points display wide 
divergences. It is an almost invariable rule throughout the entire 
aromatic series for the para-compound to have a higher 
melting-point than the meta-compound and the ortho-compound. 

Benzene was discovered by FaARADAY, in 1825, in a liquid 
obtained from compressed coal-gas. It melts at 5°4°. 


The molecular weights of alcohols, phenols, and aliphatic acids 
determined by the cryoscopic method, with benzene as solvent, are 
sometimes twice as great as the accepted values, whereas normal 
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results are obtained for other substances not containing a hydroxyl- 
up., 

e The formation of double and multiple molecules in solution de- 
pends in large measure upon the nature of the solvent. In addition 
to benzene, other hydrocarbons, acetic acid, and formic acid induce 
the formation of complex molecules. The results obtained with such 
solvents by the cryoscopic method for the determination of molecular 
weights are unreliable (82). 


Xylene, or dimethylbenzene, exists in three isomeric forms: 
m-zylene is the principal constituent of the xylene in tar, forming 
70-85 per cent. of the whole. 


The isomeric xylenes are separable with difficulty: their boiling- 
points lie very close together, that of o-xylene being 142°, while 
m-xylene and p-xylene boil at 139° and 138° respectively. This 
makes their separation by fractional distillation impracticable, but 
it can be effected by treating them with sulphuric acid at ordinary 
temperatures: m-xylene and o-xylene go into solution as sulphonic 
acids, while p-xylene remains undissolved. The sulphonic acid of 
the meta-compound and that of the ortho-compound can be separated 
by fractional crystallization of their sodium salts, the ortho-salt crys- 
tallizing first. 


Cymene, CioH;4, is closely related to the terpenes C,9Hj., and 
to the camphors C,9H;,0, since it can be obtained from them. 
Cymene is a constituent of certain essential oils, such as oil of cara- 
way, ol of thyme, and oil of eucalyptus. 

It is obtained in large quantities from the terpenes present in 
the coniferous woods employed for the production of cellulose 
(238) by the “ Bisulphite " process. 


MONOSUBSTITUTION-PRODUCTS OF THE AROMATIC 
HYDROCARBONS. 


I. MONOHALOGEN COMPOUNDS. 


289. Simple contact of the halogens with benzene does not 
produce substitution-products. Fluorine reacts with this hydro- 
carbon very energetically, decomposing the molecule completely, 
with formation of hydrogen fluoride and carbon tetrafluoride. 
Chlorine-and bromine dissolve in benzene, and convert it slowly 
into the addition-products hexachlorobenzene, CeHeCle, and 
hexabromobenzene, CgHgBre, both reactions being accelerated by 
sunlight. Iodine has no action, except at very high temperature. 
The substitution of hydrogen in benzene by chlorine or bromine 
can only be effected in presence of a catalyst, anhydrous ferric 
chloride or bromide being specially suitable. The process is 
exemplified by the preparation of moanobromobenzene, CgHsBr, 
by the addition of bromine drop by drop to cooled, dry benzene 
іп presence of a small proportion of iron-powder. Ferric 
bromide is formed first, monobromobenzene being then produced 
with evolution of hydrogen bromide. Monoiodobenzene, CeHsI, 
is prepared by heating benzene with iodine and iodic acid in a 
sealed tube, the iodic acid oxidizing the hydrogen iodide formed 
to iodine and water, and thus preventing it from reconverting the 
monoiodobenzene into benzene. Replacement by chlorine or 
bromine of the hydrogen of the nucleus in the homologues of 
benzene also necessitates the presence of a catalyst, such as iron. 
Another method of preparing the halogen derivatives of benzene is 
described in 307. 

The halogen atom in the monohalogen derivatives of benzene 
can be induced to react only with great difficulty. They can be 
boiled with alkali, with potassium hydrogen sulphide, with 
potassium cyanide, or can be heated with ammonia, without 
substitution of the halogen atom. The replacement of chlorine 
or bromine by the amino-group proceeds tolerably smoothly, 
however, in presence of cupric sulphate, a reaction exemplified 
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by the formation of aniline, CsH;NH2, by heating monochloro- 
benzene with a concentrated aqueous solution of ammonia in 
presence of a small proportion of this salt in an autoclave at a 
temperature of about 180°. Replacement of halogen by the 
methoxyl-group can be effected by the action at 220° of the 
powerful reagent sodium methoxide. 

The character conferred on a halogen atom by union with the 
benzene-nucleus is in alf respects analogous to that possessed 
by halogen attached to a doubly-linked carbon atom in an aliphatic 
unsaturated halogen derivative (128). 


Frrria’s synthesis (287, 1) is one of the few examples of the 
ready displacement of a halogen atom in union with the benzene- 
nucleus. Magnesium reacts with an ethereal solution of mono- 
bromobenzene in a way resembling its action on a similar solution 
of an alkyl halide (75). It yields a solution of a compound of the 
formula C,H,. Mg.Br, a substance available for the synthesis of 
tertiary alcohols with the group C.Hs, as described in 102. ` 


Monochlorobenzene is a colourless liquid: it boils without 
decomposition at 132°, and has a specific gravity of 1-106 at 20°. 
Monobromobenzene, B.P. 157°, sp. gr. 1-491 at 20°. Мопоїойо- 
benzene, B.P. 188°, sp. gr., 1-861 at 0°. 


Iodobenzene, and other iodine compounds substituted in the 
nucleus, can add two atoms of chlorine, with formation of sub- 
stances such as phenyliodide chloride or wodobenzene dichloride, 
C.Hs°ICl..° When digested with alkalis, these derivatives give 
todoso-compounds, such as iodosobenzene, C.Hs-IO, which are amor- 
phous, yellowish solids. When heated, or oxidized with bleaching- 
powder, these compounds yield todory-compounds: 


2С,Н, ІО =С,Н, І +CH: IO,. 


odoxybensene 


Iodoxybenzene i8 crystalline, and explodes when heated. 

The constitution of these compounds is inferred from their ready 
conversion into iodobenzene, effected for iodosobenzene by means 
of potassium iodide, and for iodoxybenzene by hydrogen dioxide, 
with evolution of oxygen. "These substances would not be so readily 
converted into iodobenzene if the oxygen were attached to the 
benzene-nucleus. 
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. I. MONONITRO-DERIVATIVES. 


290. A point of characteristic difference between the aromatic 
and aliphatic compounds is that the former are vety readily con- 
verted into nitro-derivatives by the action of concentrated nitric 
acid (285, 1). This process is the only method employed in prac- 
tice for the preparation of aromatic nitro-compounds. The 
substance is treated with a mixture of nitric acid and sulphuric acid, 
or with excess of fuming nitric acid of specific gravity 1-52: 


CeHs- ». NO2 =C6 Hs- NO2 + H20. 


If the sulphuric acid or an excess of nitric acid were not present, 
the water formed in the nitration would dilute the nitric acid 
and retard the action. This effect is explicable on the assump- 
tion that dilution causes ionization of the nitric acid, the 
nitration-process requiring an unionized acid, the hydroxyl-group 
of which can react with a hydrogen atom of the benzene to 
form water. Increase in the number of alkyl-groups attached 
to the benzene-nucleus is often accompanied by a corresponding 
increase in the ease with which nitration is effected. 

The mononitro-compounds are very stable, and can be dis- 
tilled without decomposition: their nitro-groups are very firmly 
attached to the nucleus. Unlike the primary and secondary nitro- 
compounds of the aliphatic series, the aromatic nitro-derivatives 
do not contain hydrogen replaceable by metals, since their nitro- 
group is linked to a tertiary carbon atom: such an exchange is 
therefore impossible (69). On reduction, the nitro-compounds 
yield amines, and the reaction can be modified so as to isolate 
various intermediate products (296-304). 

Most of the mononitro-compounds have a pale-yellow colour 
and an agreeable odour: they are usually liquids heavier than 
water, in which they are insoluble. They are volatile with steam. 

Nitrobenzene 1s manufactured in large quantities in the aniline- 
dye industry. Cast-iron vessels fitted with a stirring apparatus, 
and kept cool by water, are employed. They are charged with 
benzene, and into this a mixture of nitric acid and sulphuric 
acid is allowed to flow. At the end of the reaction, the nitro- 
benzene floating on the surface of the sulphuric acid, which 
contains only small quantities of nitric acid, is washed with water 
and purified by distillation with steam. 
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Nitrobenzene is a yellowish liquid: it has an odour resembling 
that of bitter almonds, and for this reason 1s employed in per- 
fumery. Its boiling-point is 208°, its melting-point 5-5°, and 
its specific gravity 1-1987 at 25°. It is poisonous, inhalation 
of its vapour being specially dangerous. Its preparation on the 
large scale is carried out in order to obtain aniline by its reduction 
(297 and 302). 

Nitrotoluenes.— When toluene is nitrated, the chief products are 
the ortho-compound and para-compound: only a small percentage 


51°4° 
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Fia. 79.—Fuston-cuRvVE or MixTURES OF o-NITROTOLUENE AND 
p-NITROTOLUENE. 


of the meta-compound is formed. The proportion of ortho- 
derivative is greater than that of the para-isomeride, as is exem- 
plified by the percentage-yields obtained by nitration at 0°, 58-8 
of o-nitrotoluene, 36-8 of p-nitrotoluene, and 4-4 of m-nitrotoluene. 
Usually, when there is simultaneous production of ortho-com- 
pounds and para-compounds, the para-isomeride is formed in 
greater proportion. o-Nitrotoluene is liquid at ordinary tem- 
perature, its melting-point being —3-4°; p-nitrotoluene is solid, 
and melts at 51-4°. These isomerides are separated by a com- 
bination of repeated solidification by cooling and of fractional 
distillation. Fig. 79 represents the fusion-curve (“Inorganic 
Chemistry," 237) of mixtures of o-nitrotoluene and p-nitrotoluene. 
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Since the nitration-product contains about 40 per cent of the 
para-isomeride, its freezing-point lies on the para-section of the 
curve, so that cooling causes crystallization of p-nitrotoluene. 
This substance can be separated from the liquid residue by filtra- 
tion, or on the manufacturing scale by centrifuging. On fractional 
distillation of the oil, o-nitrotoluene, boiling at 218°, distils first, 
and subsequently p-nitrotoluene, boiling at 234°. Several 
repetitions of the fractional distillation, with intermediate solid- 
ification by cooling, finally yield an initial fraction so rich in the 
' eriho-compound that its composition lies on the ortho-section 
of the curve. On cooling this fraction, o-nitrotoluene crystallizes. 


III. MONOSULPHONIC ACIDS. 


291. The formation of these compounds is described in 285: 
they are produced by the action of concentrated sulphuric acid 
upon aromatic compounds. : In separating them from the excess of 
sulphuric acid, advantage is taken of the ready solubility of their 
calcium and barium salts in water: the process is similar to the 
separation of ethyl hydrogen sulphate from sulphuric acid (54). 
They can also be separated from their concentrated solutions con- 
taining sulphuric acid by the addition of common salt until no more 
will dissolve, when the sodium salt of the sulphonic acid pre- 
cipitates in the solid state. This salt is dissolved in water, the 
equivalent quantity of mineral acid added, and the free sulphonic 
acid isolated by repeated extraction with ether. 

The sulphonic acids are colourless, crystalline substances, 
generally hygroscopic, and freely soluble in water. They can be 
reconverted into the aromatic hydrocarbons by treatment at a 
high temperature with hydrochloric acid, or with superheated 
steam (287, 5), a reaction discovered by ARMSTRONG. 

Most of the sulphonates crystallize well, and are employed in 
the purification of the sulphonic acids. On treatment with 
phosphorus pentachloride, the latter are converted into chlorides: 


= GeHs- 50. ОН =? CgH5: SOs е Cl. 


The sulphonyl chlorides can also be obtained directly by the 
interaction of chlorosulphonic acid and aromatic hydrocarbons: 


CeHe+HO-SO2-Cl = CeHs-SO2-Cl+H20. 
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They are very stable towards cold water, being but slowly recon- 
verted into sulphonic acids. Benzenesulphonyl chloride melts 
at 14-5°. Like the other sulphony] chlorides, it has a very dis- 
agreeable odour. 

The sulphonamides, are formed by the action of excess of con- 
centrated ammonia on the chlorides: 


CeHs-SO2Cl — CgHs-SOo-NHe. 


The sulphonyl chloride first dissolves, the sulphonamide being 
then precipitated by addition of acid. 

They are well-crystallized compounds: the determination of 
their melting-points is often employed for the identification of an 
aromatic hydrocarbon. On account of the strongly negative 
character of the group CesH;SO2—, the hydrogen atoms of the 
NHbo2-group are replaceable by metals; hence the sulphonamides 
are soluble in alkalis and ammonia. 

Prolonged reduction of sulphonic acids yields thiophenols of 
the type CsHs-SH, substance reconvertible into sulphonic acids 
by oxidation. 

The sulpho-group can be replaced by the hydroxyl-group 
and the cyano-group (292 and 311). 


IV. MONOHYDRIC PHENOLS. 


292. The phenols are compounds derived from the aromatic 
hydrocarbons by replacement of one or more of the hydrogen 
atoms of the nucleus by hydroxyl. 

Phenol, CsH;-OH, and some of its homologues, such as cresol 
and others, are found in coal-tar. During its fractional distillation 
they are accumulated in the carbolic oil and creosote-oil (286). 
They arc isolated by agitating these fractions with caustic alkali, 
which dissolves the phenols, leaving the hydrocarbons. They are 
liberated from the solution with sulphuric acid, and are then 
separated by fractional distillation. By far the larger proportion of 
the phenol of commerce is obtained from this source. 

Phenol and its homologues can also be obtained by other methods. 

1. By fusion of the salt of a sulphonic acid with alkali: 


CeHs-SOsK+2KOH = CeHs- OK+ K.S8S0O3+ H20. 
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2. By the action of nitrous acid on aromatic amines, a method 
analogous to the preparation of alcohols of the aliphatic series 
from amines (65). But whereas on treating an aliphatic amine 
with nitrous acid the alcohol is produced directly, in this reaction 
very important intermediate products, the diazonium compounds 
(305), can be isolated. 

3. By the action of oxygen upon benzene in presence of 
aluminium chloride, phenol is formed. 

293. The phenols are in some respects comparable with the 
tertiary alcohols, since in both the hydroxy] is linked to a carbon 
atom in direct union with three others, although in the phenols one 
of these bonds is of a special kind. Like the tertiary alcohols, 
therefore, they cannot be oxidized to aldehydes, ketones, or acids 
containing the same number of C-atoms. The phenols exhibit 
many of the characteristics of the aliphatic alcohols: they form 
ethers by the interaction of alkyl halides and their alkali-metal 
salts; they produce esters, forming, for example, acetates with 
acetyl chloride. Phosphorus pentachloride causes the exchange of 
C! for their OH, although not so readily as in the aliphatic series. 
But in addition to these properties, the phenols possess special 
characteristics due to their much stronger acidic character. When 
describing the separation of phenols from carbolic oil (292), it was 
mentioned that they dissolve in caustic alkalis: phenorides, such аз 
CgHs-ONa, are formed. The alcohols of the aliphatic series do not 
possess this property in the same degree. If they are insoluble in 
water, they do not dissolve in caustic alkalis, and are only con- 
verted into metallic alkoxides by the action of the alkali-metals. 
This increase in acidic character can only be occasioned by the 
presence of the phenyl-group; in other words, the phenyl-group has 
a more negative character than an alkyl-group. Otherwise, the 
phenols behave as weak acids: their aqueous solutions are bad 
conductors of electricity, and the phenoxides are decomposed by 
carbonic acid. 

It is thus evident that the properties of the hydroxyl-group are 
considerably modified by union with the phenyl-group. Inversely, 
the influence of the hydroxyl-group on the benzene-nucleus is 
equally marked: it makes the remaining hydrogen atoms much 
more readily substituted. Benzene is only slowly attacked by bro- 
mine at ordinary temperatures, but the addition of bromine-water to 
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an aqueous solution of phenol at once precipitates 2: 4: 6-tribromo- 
phenol—a reaction employed in its quantitative estimation. Tl.e 
conversion of benzene into nitrobenzene necessitates the use of con- 
centrated nitric acid, but phenol yields nitrophenol on treatment 
with the dilute acid. Phenols are also much more readily oxidized 
than the aromatic hydrocarbons. When they are heated with 
zine ammonium chloride, the hydroxyl-group is replaced by the 
amino-group. 

On distillation with zinc-dust, the phenols are reduced to the 
corresponding hydrocarbons. They can be detected by the 
formation of a violet coloration when ferric chloride is added to 
their aqueous solutions, probably due to the production of a ferric 
salt of the phenol. 

294. Phenol, or carbolic acid, is a colourless substance, crystal- 
lizing in long needles. It melts at 39-6°, boils without decom- 
position at 181°, has a characteristic odour. On account of 
its powerful antiseptic properties, it was introduced into surgery 
by Lister, but to a great extent its place has been taken by. 
mercuric chloride. Phenol is soluble in water, 1 part dissolving 
in 15 at 16°: it can also dissolve water. On account of the small 
molecular weight of water, and the high molecular depression 
of phenol (75), a small percentage of water renders phenol liquid 
at ordinary temperatures (12). It follows from the equation ' 
AM =75, in which M is the molecular weight of water (18), 
that A, the lowering of the freezing-point occasioned by the 
presence of 1 per cent. of water, is about 4-2°. 

The hydroxytoluenes, CH3-CgH,-OH, are called cresols: they 
are present in coal-tar, but are usually prepared from the corre- 
sponding amino-compounds or sulphonic acids. On oxidation, 
they are completely decomposed, but when the hydrogen of the 
‘hydroxyl-group is replaced by alkyl or acetyl, they can, like 
toluene itself, be oxidized to the corresponding acids. The 
cresols resemble phenol in their behaviour towards an aqueous 


solution of bromine. p-Cresol, CH: Уон, is a decomposi- 


tion-product of albumin. 
Thymol is also used as an antiseptic. It is hydroxycymene, 
CH; 1 
OH 3. 
\CH(CH3)2 4 
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Acid sulphuric esters of phenol are present in urine: they result 
from the fermentation (putrefaction) of proteins, since the propor- 
tion present depends upon the extent of this process. 


Ethers. 

295. A distinction is drawn betwsen the aromatic-aliphatic 
ethers, such as anisole, CeHs-O-CH3, and the true aromatic 
ethers, like diphenyl ether, CoHs-O-CeHs. Compounds of the 
first class are formed by the interaction of alkyl halides or dimethyl 
sulphate and phenolates (293): 


CeH;-O -[(Na+I|CoHs = C.sH;-0-C2Hs5+Nal. 


The true aromatic ethers cannot be prepared by this method, 
since the halogen atom attached to the nucleus is exchanged only 
with difficulty (289). Diphenyl ether is obtained by passing vapor- 
ized phenol over heated thorium oxide: 


CeH;- [OH -- H]OCeH; = CeHs5-0-CegHs+H20. 


The mixed aromatic-aliphatic ethers are stable compounds, 
and resemble the true aliphatic ethers closely in behaviour. Many 
of their reactions are similar to those of the aromatic hydro- 
carbons themselves. When heated to a high temperature with 
a hydrogen halide, they yield à phenol and an alkyl halide: 


CeHs-O-CH3+HI = CeHs-OH+CH3.-I. 


Anisole 


The true aromatic ethers, such as diphenyl ether, are not decom- 
posed by hydriodic acid, even at 250°. 

Anisole, CsHs-O-CHs, is a liquid, and boils at 155°. Phenetole, 
C6H5-O-CoHs, is also a liquid, and boils at 172°. Each of these 
compounds has a lower boiling-point than phenol itself (294), 
and each has a characteristic odour. 


V. MONOAMINO-COMPOUNDS. 

296. The amino-compounds of the aromatic series, with the 
NHo-group attached to the’ring, are almost exclusively obtained 
by reduction of the corresponding nitro-compounds. This pro- 
cess is effected by various means. 


a é 
є 
e 
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Amines can be obtained from phenols by heating them at 
300° with ammonium zinc chloride. 

The aromatic amines are colourless liquids, or solids, and 
have a characteristic odour. They are only slightly soluble in 
water. Their specific gravities approximate to 1, and their 
boiling-points lie above 180°. With water, the aliphatic amines 
form stronger bases than ammonia, but the aqueous solutions of 
the aromatic amines possess only weakly basic properties: thus, 
they do not turn red litmus blue, and scarcely conduct an electric 
current. The aromatic amines yield salts, however, although 
these have an acid reaction in solution, on account of partial 
hydrolysis. The negative character of the phenyl-group, 
already alluded to in connexion with phenol (293), considerably 
modifies the nature of the amino-group: the difference in the 
behaviour of diphenylamine and of triphenylamine in particular 
betrays this influence. With strong acids the former can yield 
salts, which, however, are completely hydrolyzed by the addition 
of a considerable quantity of water: the second does not unite 
with acids. L 

Diphenylamine picrate furnishes another example of the hydro- 
lysis of salts of the base. The picrate is brown, picric acid yellow, 
and diphenylamine colourless. The salt and the free base are only 
slightly soluble in water, and picric acid is moderately soluble. 

Since the hydrolytic equilibrium corresponds with the expression 


Salt +Water => Acid +Base, 


and since the mass of the water may be regarded as constant owing 
to the large amount present, application of the law of mass action 
in this instance gives the expression - 


Concentrationacia = Constant. 


The concentrations of the salt and of the diphenylamine are also 
constant, owing to the solution being continually saturated by con- 
tact with the solids. 

At 40°6° the constant concentration of the acid has been deter- 
mined to be 13 grammes per litre. When a solution of picric acid 
of this concentration is poured on solid diphenylamine, the formation 
of the salt does not take place; that is, the salt is completely hydro- 
lyzed. Increase in the concentration of the picric acid imparts a 
brown colour to the diphenylamine owing to the formation of the 
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salt, and this phenomenon persists until the concentration has fallen 
to 13 grammes per litre. 


Substitution of the amino-group for hydrogen produces the same 
effect upon the benzene-nucleus as substitution of the hydroxyl- 
group for hydrogen, making the rest of the hydrogen atoms of 
the nucleus much more easily replaced: thus, aniline is readily 
converted by bromine-water into 2:4:6-tribromoaniline. More- 
over, the amines are much more readily oxidized than the hydro- 
carbons. 

By means of an alkyl halide, the hydrogen atoms іп the amino- 
group of the primary aromatic amines, like those in the amino- 
group of the primary aliphatic amines, can be replaced by an alkyl- 


group (63): 
C;H5- NH; +CH;I = CsH;-NH(CH3)-HI. 


Secondary and tertiary bases and also quaternary ammonium 
bases, such as CgHs-N(CH3)3-OH, are known. The last are as 
strongly basic as the corresponding true aliphatic compounds. 

The anilides are derivatives of aniline, CgH;-NHe, and its homo- 
logues: they are acid amides, in which one amino-hydrogen atom has 
been replaced by a phenyl-group. Acetvanilide, CgHs-NH-COCHs, 
employed’ as a febrifuge under the name “antifebrine,” is a type of 
these compounds. The anilides are produced by boiling aniline 
with the corresponding acid. Acetoanilide is obtained by heating 
aniline with glacial acetic acid: 


CsHs-NH[H+HO|OC-CH; = C.Hs-NH-COCH; +H,0. 


Like the acid amides of the aliphatic series (96), the anilides 
are readily decomposed into their parent substances by boiling 
with a dilute solution of an alkali-metal hydroxide or of a mineral 
acid. : 

MENSCHUTKIN found that the velocity of formation of aceto- 
anilide is much less for an excess of aniline than for an excess of 
glacial acetic acid, although on theoretical grounds the velocity of 

; formation should be the same in both cases; for at each moment it 
.... Should be proportional to the product of the concentrations of the 
` glacial acetic acid (c) and of the aniline (c^), being therefore expressed 
by 
8 — k*cc', 
in which Kk is constant. 
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The difference between theory and experiment admits of various 
explanations: - one is that the reaction in the two cases takes place 
in different media. The important influence of the medium is 
mentioned in 71. 


Aldehydes react with aromatic amines with elimination of 
water: 


о HENGE _ МНС,Н; 
HC + HHNC:H; = H2C < NHC,H, T H20. 


Formaldehyde Methylenediphenyldiamine 


The combination of aromatic aldehydes and aromatic amines 
is exemplified by the equation 


CeHs -CH(O +Ho|N -CeHs = CoHs-CH: NH-CeHs+H20. 
Bensaldehyde Benzalaniline 
Primary aromatic amines show the carbylamine-reaction: with 
nitrous acid they yield diazonium compounds (305). 


Aniline. 

297. Aniline was first obtained by the dry distillation of indigo 
(Portugese, antl; from Sanskrit, nila, dark-blue, and nild, the 
indigo-plant); hence its name. It is manufactured by the 
action of hydrochloric acid and iron-filings on nitrobenzene con- 
tained in a cast-iron cylinder fitted with a stirring apparatus: 

CeHsNO2+3Fe+6HCl = CsHs;NH2+2H20+3FeCle. 
It is remarkable that in this process only about one-fortieth of the 
hydrochloric acid required by the equation is needed for the 
reduction. This is probably because iron-filings and water are 
able to effect the reduction in presence of ferrous chloride. Lime 
is added as soon as the reduction is complete, and the aniline is 
distilled with steam. 

Aniline is also obtained by the electro-reduction of nitro- 
benzene (303). 

Aniline is a colourless liquid, and, unless perfectly pure, turns 
brown in the air, the colour-change being probably due to the pres- 
ence of traces of sulphur compounds. It is only slightly soluble in 
water: it boils at 183°, and has a specific gravity of 1-024 at 16°. 
Formaldehyde yields with aniline a remarkable condensation- 
product, anhydroformaldehydeaniline, (C9H5N—CHg)s. This sub- 
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stance melts at 40°, and dissolves with difficulty. It is employed 
in the identification of both formaldehyde (ro8) and aniline. 

An aqueous solution of free aniline gives a deep-violet colora- 
tion with bleaching-powder solution, the primary product in the 
reaction being probably phenylchloroamine, CgeHs-NHCI, analo- 
gous to the formation of chloroamine, NH;Cl, from ammonia. 
The phenylchloroamine condenses with the aniline to form 
coloured substances, An aniline salt in acid solution is coloured 
dark-green to black by potassium dichromate. These two reac- 
tions, and that with wood (228), serve as tests for aniline. The 
bleaching-powder reaction is particularly delicate. The oxidation 
of aniline is discussed in 338. 


Homologues of Aniline. 


Ortho-toluidine and  para-toluidine CH3-CgH,-NHo, are 
formed by the reduction of the corresponding nitro-compounds. 
The ortho-compound is a liquid, B.P. 199° 4°; the para-compound 
is a solid, M.P. 45°. The different solubilities of their oxalic-acid 
salts afford a means of separating them. 

The monoamino-derivatives of the xylenes are callcd zylidines. 
Six isomerides are possible, due to differences in the relative posi- 
tions of the methyl groups and the amino-group in the ring. Some 
of the toluidines and the xylidines are employed in making coal- 
tar colours, and are, therefore, manufactured in large quantities. 


Secondary Amines. 


298. Diphenylamine, CeHs- NH-CeHs, melts at 54°, and boils 
at 310°. It is a type of the true secondary aromatic amines. 
They are formed by heating the hydrochlorides of the primary 
amines with the free amines: 


CeH,[NH2-HCI+HJHN-CeHs — NH4CI-HN(CoHg)o. 


Diphenylamine can also,be obtained by the action of bromobenzene 
on potassium anilide, CgHs-NHK. 
Diphenylamine has an agreeable, floral odour. 


Diphenylamine is a very sensitive reagent for the detection of 
nitric acid, which produces a deep-blue colour with its solution in 
concentrated sulphuric acid. This reaction can only be applied to 
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the detection of nitric acid in the absence of other oxidizing sub- 
stances, such as bromine-water, permanganate, etc., since diphenyl- 
amine also gives a blue coloration with many of these reagents. 


The method of formation of the mixed aromatic-aliphatic 
amines, such as methylaniline, CgH5- NH -CH;, is indicated in 296. 
The action of the alkyl iodide upon aniline results in the substitu- 
tion of more than one hydrogen atom of the amino-group by an 
alkyl-group, so that a mixture of the unchanged primary and the 
secondary and tertiary amines is formed. The secondary amine is 
obtained pure by first replacing one hydrogen atom of the amino- 
group by an acid-radical, such as acetyl, and subsequently treating 
the acetyl-derivative with an alky! iodide. 

To prepare such a compound as methylaniline, for example, 
aniline is first converted into acetoanilide, CgHs-NH-COCH3, by 
boiling with glacial acetic acid. The hydrogen atom linked to 
nitrogen in this compound can be replaced by sodium, yielding 
CgHs-NNa-COCHs, which on treatment with methyl iodide yields 
methylacetoanilide, CgHs-N(CH3)-COCH3. Saponification with 
alkalis converts this compound into monomethylaniline. 

The secondary aromatic amines, like those of the aliphatic 
series, are readily converted by nitrous acid into nitrosoamines, 


such as  mitrosomethylaniline, CoHs-N <Q. LIEBERMANN’S 
reaction for nitroso-compounds is described in ‘ Laboratory 
Manual,” XXVII, rı. 
Careful oxidation of the nitrosoamines transforms them into 
mitroamines, C.H,-N en Compounds of this type are also 


produced by the direct action of fuming nitric acid on secondary 
amines, such as methylaniline or ethylaniline, three nitro-groups 
simultaneously entering the nucleus. FRANCHIMONT has prepared 
a large number of nitroamines belonging to the aliphatic series. 


Tertiary Amines. 


299. Triphenylamine, (CeHs)3N, is a type of the true aromatic 
tertiary amines: only a few of them are known. It is obtained by 
the action of sodium and bromobenzene on diphenylamine, and is 
a solid, melting at 127°. It does not possess a basic character. 


It is true that perchloric acid, HCIO,, can unite with triphenyl- 
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amine, but this acid displays a special aptitude for combination 
with many substances, both nitrogenous and non-nitrogenous. 


Dimethylaniline, CoHs+N «CH is the most important member 


of the series of mixed aromatic-aliphatic tertiary amines. They can 
be obtained by the action of alkyl halides upon anilines, but are 
manufactured by heating aniline hydrochloride with the alcohol, a 
method in which alkyl halides react in the nascent state. Methyl! 
alcohol and hydrochlorie acid yield methyl chloride, and this com- 
pound then reacts with the aniline. 

On heating the hydrochloride of an alkyl-aniline at 180^, in a 
current of hydrochloric-acid gas, the alkyl-groups are eliminated, 
with formation of aniline and alkyl chlorides. When the hydro- 
chlorides of the alkyl-anilines are strongly heated, the alkyl-groups 
linked to nitrogen are transferred to the benzene-ring. This reac- 
tion can be explained by assuming that decomposition into alkyl 
chloride and aniline first takes place as just described: 


I, CgHs-NH(C2Hs)HCl = CgsHs-NH2+CoHsCL 


The reaction indicated in equation FI. ensues: 
I. CgHs-NH2+CoHeCl = CsHa< нү. 


The formation of the hydrochloride of p-toluidine, by the inter- 
action of methyl alcohol and aniline hydrochloride at a high tem- 
perature, is analogous. By this process it is possible to obtain even 
pentamethylaminobenzene, Cg(CH3)5-NHo. 

The para-hydrogen atoms of dimethylaniline and other dialkyl- 
anilines are replaceable by various groups. Thus, dimethylaniline 
reacts readily with nitrous acid, with formation of nitrosodimethyl- 


aniline, 
ом N(CHs, 


effected by the addition of potassium nitrite to the solution of the 
tertiary base in hydrochloric acid. This nitroso-compound crystal- 
lizes in well-defined leaves of a fine green colour. It melts at 85°, 
and yields a hydrochloride crystallizing in yellow needles. On oxi- 
dation with potassium permanganate, the nitroso-group is con- 
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verted into a nitro-group, with formation of p-nitrodimethyl- 
aniline, 


CeHi< no 


On boiling with caustic us the amino-group of nitrosodi- 
methylaniline is removed, with formation of dimethylamine and 
nitrosophenol: 


СН, < e Ha)a +H,0 = %Н‹< у оп o + HN(CHs)s- 
шыл 
This reaction is employed in the preparation of pure dimethyl- 
amine (66). 
The para-hydrogen atom of dimethylaniline can react with 
substances other than nitrous acid: thus, aldehydes readily yield a 
condensation-prod uct: 


N ee 1 
4 


бнь-сн[0+ Ненси)! = CaHs-CHICGHN (CH) sb 


The constitution of this compound is inferred from its relation to 
triphenylmethane, CH(CgHs)3 (373). With dimethylaniline, car- 
bony] chloride yields a p-derivative of benzophenone, CgHs-CO-CeH,, 
called MicHLER’s ketone: 


@+НЇН,.М(ОН,» 5н. МСН) 
© he = CO i +2HCL 
1+ H\CeH,-N(CHa)a  \CoHy+N(CHs)o 


Heating with fuming nitric acid converts dimethylaniline 
into trinttrophenylnitroamine, 


H 
(0s)aCalia-NC - 
NO 


the reaction being accompanied by a eopious evolution of gas, 
'This compound is employed as an explosive. In its formation 
one of the methyl-groups is removed by oxidation, and replaced 
by the nitro-group, three additional nitro-groups being simul- 
taneously introduced into the nucleus. The reaction affords a 
general method for the formation of nitroamines. 
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Quaternary Bases. 


Quaternary bases are formed by the addition of alkyl halides 
to the tertiary aromatic-aliphatic amines, and treatment of the 
salts thus formed with moist silver oxide. These substances are 
strong bases. On heating, they yield an alcohol and a tertiary 
amine, differing in this respect from the aliphatic ammonium 
bases (66). 


VI. INTERMEDIATE PRODUCTS IN THE REDUCTION OF AROMATIC 
NITRO-COMPOUNDS. 


300. On reduction, the nitro-compounds of the aliphatic series 
yield amines directly, from which the alkyl-groups can be removed 
by oxidation: for example, ethylamine*is converted into acetic 
acid and ammonia. In the aromatic series, on the other hand, 
intermediate products can be obtained in the reduction of nitro- 
compounds, and sometimes also in the oxidation of amines. Only 
the compounds derived from nitrobenzene and aniline will be 
described here, although numerous substitution-products of the 
same type are known. 

In acid solution the nitro-compounds are directly reduced to 
the corresponding amino-derivatives, but in alkaline solution yield 
substances containing two benzene-residues. Nitrobenzene yields 
in succession uzoxybenzene, azobenzene, hydrazobenzene, and aniline: 


1. Nitro-compound, CeHs-NOg OogN-CeHs; 
CgH5- N——N - CgHs; 

2. Ázory-compound, T NV 0” Eng 

3. Azo-compound, Cc H5: NN - C6H5; 

4. Hydrazo-compound, CeaHs- NH—NH -C6H;; 

5. Amino-compound, CeHs-NH2 HoN-CeHs. 


Azoxybenzene is obtained by boiling nitrobenzene with alcoholic 
potash, and is also formed in the oxidation of aniline with potas- 
sium permanganate in alcoholic solution. HM forms light-yellow 
crystals melting at 36°. When warmed with concentrated sulphuric 
acid, it is transformed into p-hydroxyazobenzene: 

CH. N е — C.H;-N=N.C,H,-OH. 


Hydroxyazobensene 
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It is readily attacked by various reducing agents. Under the influ- 
cnce of direct sunlight, concentrated sulphurie acid converts azoxy- 
benzene into o-hydroxyazobenzene. 


p-Azozyphenetole, DLE is distin- 


quished by its power of forming liquid crystals, a property char- 

acteristic of a considerable number of other substances. When heated, 

it melts at 134° to'a turbid liquid, which suddenly becomes clear at 165°. 

The crystalline structure of the turbid liquid cannot be detected by the 

microscope, but is indicated by the double refraction exhibited by the 

liquid, and by the formation of the figures characteristic of double- 
refracting crystals between crossed Nicol prisms in converging light. 

Turbidity is not an essential characteristic of liquid crystals, 
as VORLANDER has discovered perfectly clear liquids which display 
phenomena like those of double-refracting crystals. 

301. Azobenzene, CgHs-N:N-CgHs, is formed by the reduction of 
nitrobenzene with a solution of stannous chloride in excess of caustic 
potash, and also by distilling azoxybenzene with iron-filings. It 
is produced along with azoxybenzene by the oxidation of aniline 
with potassium permanganate. 

Azobenzene forms well-defined, orange-red crystals, melting at 
68°, and boiling without decomposition at 295°. It is a very stable 
compound, and is insoluble ii. water. Its constitution follows from 
its yielding aniline on reduction. 

Hydrazobenzene, CeHs- NH—NH.-CgHs, is formed by the action 
of zinc-dust and alcoholic potash upon azobenzene or nitrobenzene. 
It is a colourless, crystalline substance, and melts at 126°. Strong 
reducing agents convert it into aniline: on the other hand, it is 
readily oxidized to azobenzene, the transformation being slowly 
effected by atmospheric oxygen. It is also oxidized to the azo- 
compound by ferric chloride. 

The most characteristic reaction of hydrazobenzene is its con- 
version into benzidine, whereby the benzene-nuclei are, as it were, 
turned end forend. This ‘‘benzidine-transformation " is effected by 
the action of strong acids: 


( C) NH—NE (Q) => HN е Свен. —С6Н 4 $ МН». 


Hydrazobenzene Benzidine 


That a diaminodiphenyl is thus formed is proved by the conversion 
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of benzidine into dipheny], CeHs-CeHs. The amino-groups occupy 
the para-positions: 


HNC X- ўан, 


By reducing azobenzene in acid solution, benzidine is formed 
directly. It is characterized by the sparing solubility in cold water 
of its sulphate. | 

The amino-groups in benzidine are proved in various ways to 
occupy the para-position: for example, a hydrazobenzene the 
p-hydrogen atoms of which have been substituted cannot be con- 
verted into benzidine. In certain instances compounds of this kind 
can undergo a remarkable intramolecular transformation, known as 
the "semidine-transformation," forming derivatives of diphenyla- 
mine by the turning of only one of the benzene-nuclei: 


H Q )NE-NH-G.H.NH-COCH,H.NC_)NH-GHANH-COCE, 


p-Acetaminohydrazobenszene p-Aminophenyl-p-acetamino- 
| phenylamine 


Electro-reduction of Nitro-compounds. 


302. There 1s reason to believe that in the future electrolytic 
methods will be used more and more in chemical work, for the elec- 
tric current affords a means of varying the pressure and concentra- 
tion of the substances taking part in reactions in the preparation of 
organic compounds, which is not otherwise attainable. By its aid 
it is possible to effect new syntheses or to improve those already 
known. An explanation of this mode of altering the pressure and 
concentration is necessary here. 

Alteration in the contact-difference of potential between the elec- 
trodes and the electrolyte causes considerable variation in the pres- 
sure at which the discharged ions leave the solution (273). In 
reduction-processes the same effect is attained by using different re- 
ducing agents. When a compound yields a series of intermediate 
products on treatment with different reducing agents of increasing 
strength, this can also be effected by increasing the contact-difference 
of potential (273) at the cathode, where hydrogen is evolved. 

Regarding variation in the concentration, it must be remem- 
bered that the electrolytic process takes place only in the immediate 
neighbourhood of the electrodes. When the surface-area of the 
electrodes is altered, the strength of the current remaining the same, 
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the number of ions discharged at unit surface varies in direct pro- 
portion: it is therefore possible, by selecting suitable electrodes, 
to cause the concentration of the ions discharged at them to vary 
within wide limits. The “strength” of the reducing agent depends 
upon the contact-difference of potential, but its concentration is 
controlled by the density of the current. In reactions in which 
the discharged ions must interact, ag in the synthesis of dibasic 
acids (loc. cit.), & current of high density is necessary: on the 
other hand, in reductions which must take place as far as possible 
at all parts of the liquid, large cathodes, which give & current of 
small density, 1nust be used. 

On reduction, nitro-compounds ultimately yield amines, but 
a number of intermediate reduction-products can be isolated. 
For this reason the electro-reduction of nitro-benzene and its 
derivatives is of both theoretical and practical importance. It is 
possible to give a complete and satisfactory explanation of the 
mechanism of this process. 

303. A distinction must be drawn between primary or elec- 
trolytic, and secondary or chemical, reduction-products. The 


primary process is 
CeHs:- КО» ==> C6H5. NO — CeHs- NHOH => CeHs-] NHz. 


Nitrobensene Nitrosobensene Phenylhydroxyl- 
amine 
The presence of nitrosobenzene can be detected by the addition 
of hydroxylamine to the liquid, with which it reacts with loss of 
one molecule of water, and formation of diazonium hydroxide, 
C.H,°N:°OH: on adding «naphthol, an azo-dye is produced (340). 


The formation of phenylhydroxylamine can be proved by adding 
benzaldehyde, with which it yields benzylidenephenylhydrozylamine: 


C,H,-NHOH + OCH-C,H, = H,0 и 
| " ме pos О 


On rapid reduction of nitrobenzene dissolved in moderately con- 
centrated sulphuric acid, with addition of alcohol to increase the 
solubility, the primary process just described takes place, about 
90 per cent. of the theoretical yield of aniline being obtained. Ina 
Strongly acid solution, however, the phenylhydroxzylamine is very 
quickly converted into p-aminophenol: 

CeHs: NHOH — HO-CgH,-NHo. 
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4 


This substance is not further reduced. Since phenylhydroxylamine 
undergoes the same transformation, though much more slowly, in 
presence of more dilute acid, it is evident that the theoretical yield 
uf aniline cannot be obtained, even when the solvent is dilute, and 
the velocity of reduction great. 

304. In alcoholic-alkaline solution the electro-reduction of 
nitrobenzene is accompanied by two secondary processes. 

1. Nitrosobenzene reacts with phenylhydroxylamine, yielding 


azoxybenzene: GH,- N N-CH; 
CgSH5- NHOH +CH: NO = 76 +H.O. 


In presence of alkali this reaction proceeds much more quickly than 
the further reduction of phenylhydroxylamine, so that only small 
quantities of aniline are formed, and higher reduction-products 
of azoxybenzene, chief among them hydrazobenzene, obtained as 
the main part of the yield. 

2. Hydrazobenzene is attacked by the unreduced nitrobenzene 
with formation of azobenzene and azoxybenzene: 


3CeHs-NH-NH -CgHs +2CgHs-NOz = 3CgHs-N:N -CgHs + 
CeH; - N——N :CeHg 
+ Ww T3H30. 


Since hydrazobenzene in alkaline solution is quickly oxidized by 
atmospheric oxygen to azobenzene, the yield of azobenzene is very 
good. 

A much higher contact-difference of potential at the cathode 
is required to reduce hydrazobenzene to aniline; since for the 
formation of nitrosobenzene and phenylhydroxylamine a difference 
of about 0-93 volt is necessary, while with a difference of 1-47 
volt only traces of aniline are formed from hydrazobenzene. 

HABER has combined these primary and secondary reactions 
in the scheme given on next page, the vertical arrows indicating 
primary, and the oblique arrows secondary, reactions. 

BAMBERGER pointed out that the reduction of nitrobenzene by 
purely chemical methods yields the same intermediate products. 
Thus, nitrosobenzene is formed by its interaction with zinc-dust and 
water. In accord with this view is the fact that the velocity of 
reduction of nitrobenzene by stannous chloride in presence of a great 
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C, H; NO, 


— 
CH,N:NCH, o HSN-N.CH, 


2 | 
pn 
C, H; NHOH 
C, H; NH-NH.C, H, 


Da 


C, H; NH, 


Hanren's ELECTRO-REDUCTION SCHEME. 


excess of hydrochloric-acid solution indicates that the reaction is 
bimolecular, and must therefore be represented by the equation 


R-NO,--SnCl; +nHCl = R-NO +SnCl, + H,0 t (n -2)HCl. 
This reaction has a measurable velocity. The further reduction of 
the nitroso-compound to the amino-compound should be very rapid: 
experimental evidence confirming this theoretical view is afforded 


by the fact that when nitrosodimethylaniline is brought into con- 
tact with stannous chloride, it is at once reduced. 


VII. DIAZO-COMPOUNDS. 


305. The diazo-compounds of the aromatic series, discovered by 
GRIEss in 1860, are not merely of theoretical importance, but play 
an important part in the manufacture of dyes. In the aliphatic 
series only amino-compounds of a special kind yield diazo-com- 
pounds (245), while their formation is a general reaction of the 
primary aromatic amines. The property of undergoing diazotization 
ts characteristic of aromatic amines. 

All diazo-compounds contain the group —Nz—. Hantzsca has 
classified them in two divisions. 


1. Substances with the structural formula l| , in which 
N 
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Ar represents phenyl, CeHs, and its homologues and derivatives. 
They are called diazonium salts, and are analogous to the ammonium 
salts. 

II. Substances with the structural formula Ar-N—N-X. These 
derivatives are called diazo-compounds, &nd resemble the. azo-com- 
pounds. They are known in two stereoisomeric modifications. 

Ar-N 
1. Compounds with the stereochemical кшн... 1 They 


are called syndiazo-compounds, are unstable, and can a m only 
in certain cases. 
Ar-N 
2. Compounds with the stereochemical formula ||, о 


antidéazo-compounds, which are stable. | 


Intrinsically, the diazonium compounds are of slight import- 
ance, but the numerous transformations which they can undergo, 
with formation of a great number of derivatives, render them 
much more important than the diazo-compounds, and account for 
their great significance in the chemistry of the aromatic compounds. 

Diazonium compounds are formed by the action of nitrous acid 
upon the salts of aromatic amines: 


CeHs: NH2- HNO; +HNO, = 2H2,0+CeHs-No-NO3. 
Aniline ni [Ben 


zsenediazonium nitrate 


This is effected by adding a solution of sodium nitrite to a solution 
containing an equimolecular proportion of the amine-salt and an 
equivalent quantity of a free mineral acid, the reaction-mixture 
being cooled by the addition of ice, as the diazonium compounds 
decompose very readily. A solution of the benzenediazonium salt 
is thus obtained. 


The preparation in the solid state of such a salt as benzenedta- 
zonium nitrate, C.H,-N;.NO,, is effected by passing nitrogen tri- 
oxide, generated from nitric acid and arsenious oxide, into & solution 
of aniline in dilute nitric acid. On addition of alcohol and ether, 
the nitrate separates in crystalline form. On ignition or percus- 
sion, the dry salt explodes with great energy, so that only a few deci- 
grammes should be isolated in the dry state. Almost all the dry dia- 

- zorium salts are excessively explosive, and must, therefore, be 
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handled with great care. In aqueous solution they are harmless 
and as they yield derivatives without being isolated, they are seldom 
prepared in the solid state. 


306. The constitution indicated for the diazonium salts is 
inferre] from the following considerations. 

The group NX of the diazonium compounds, in which X 
represents an acid-residue, is only linked to one carbon atom of the 
benzene-nucleus, for all their transformations produce sub- 
stances containing a group likewise linked to only one carbon atom 
of the nucleus. 

In many respects the group CgHs-No2— behaves similarly to an 
alkali-metal, and still more to the ammonium radical. With strong 
mineral acids it forms colourless salts of neutral reaction, like KCl 
and NH,Cl, while its salts with carbonic acid resemble the alkali- 
metal carbonates in having an alkaline reaction, due to hydrolytic 
dissociation. The conductivity of the diazonium salts of hydro- 
chloric acid and other acids indicates that they are as strongly 
ionized as KCl and NH,Cl. Similarly, diazonium chlorides yield 
complex platinum salts, such as (CgHsN2Cl)2PtCl,, soluble with diffi- 
culty in water. Other analogous salts, such as (CgHsN2Cl)AuCls, 
have also been obtained. Free benzenediazonium hydroxide, 
CgH,-N2-OH, is only known in the form of an aqueous solution, 
which has a strongly alkaline reaction. It is obtained by treating 
the aqueous solution of the chloride with silver oxide, or by the 
addition of the equivalent quantity of baryta-water to the sulphate. 
Like caustic-potash solution, it is colourless, but through decom- 
position gradually deposits a flocculent, resin-like substance. 

The existence of a quinquivalent N-atom in the diazonium salts, 
as in the ammonium salts, must therefore be assumed, the basic 
properties of the members of each class being due to its presence. 
Two formule are thus possible: 


CeH&N =N -X or CeHsN S x 


For reasons given in 308, the preference must be given to the second. 


Benzenediazonium hydroxide is a strong base, but reacts with 
alkalis in a manner quite unknown among the strong mineral bases. 
When a diazonium salt is added to a strong solution of caustic potash, 
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a potassium derivative, C:H;-N;*OK, separates out. The reaction 
takes place not only in concentrated, but also in dilute, solutions. 
When a dilute solution of benzenediazonium hydroxide is treated 
with an equivalent quantity of caustic soda in dilute solution, the 
molecular conductivity of the mixture is considerably less than the 
sum of the two electric conductivities of the solutions separately. It 
follows that a portion of the ions (C4H;N5,0)' - H: and Ха’ ОН”, 
which have been brought into contact, have changed to the non- 
lonized state—union of H’ and OH’; that is, a salt must have been 
formed. | 

Thus, the diazonium hydroxide, which is a strong base, appears 
to behave like an acid also. Since this is very improbable, Hantz$cu 
assumes that an equilibrium exists in the aqueous solution between 
the > diazonium hydroxide and the syndiazohydroxide (308): 


GHN-OH ны 
ii | 
N “но 


Diasonium synDiazo- 
hydroxide nud roxide 


He supposes that the alkali-metal compounds are derived from 
the latter substance. 


Reactions of the Diazonium Compounds. 


307. Many of the reactions of the diazonium compounds are 
characterized by the elimination from the molecule of the group 
— № — as free nitrogen, and its replacement by a substituent linked 
by & single bond to the benzene-nucleus. Extended research has 
revealed the conditions best suited for obtaining nearly quantita- 
tive results in most of these reactions. 

1. Replacement of the Nz-group by hydrozyl.—This reaction is 
effected by allowing the aqueous solution of the diazonium &alt to 
Stand, or by warming it: 


CsHs-No-Cl+HOH = CeH;- OH 4- N; 4- HCl. 


2. Replacement by an alkoxzyl-group, —O-C,H2,,1.—This re- 
placement is carried out by boiling a diazonium salt with alcohol: 


CeHs-No-[HSO,+H|0-C.Hs = CeHs0-CoHs+Ne T H380,. 


In some instances, sunlight exerts an accelerating influence on 
reactions of the type described in 1 and 2. 
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3. Replacement of the diazonium-group by hydrogen.—Under 
certain conditions the diazonium salts do not yield alkoxyl- 
compounds with alcohols, but produce the corresponding hydrogen 
compound, the alcohol being converted into aldehyde: 


NOg-* CSH4* No: Cl - C9H50H — NO; CeHs + C2H,0 + N24 HCI. 


p-Nitrobensenediazonium itro- Acetal- 
chlori 


de bensene dehyde . 


| Usually reactions 2 and 3 proceed simultaneously; but if the 
Lemzene-nucleus is already attached to several negative sub- 

stit ients, such as halogen atoms or nitro-groups, replacement by 

hydrogen predominates, even with the higher alcohols. 

Another method of substituting hydrogen for the amino- 
group is mentioned in 310. 

4, Replucement of the diazonium-group by chlorine.—This reac- 
tion is effected by treating a solution of diazonium chloride either 
.with euprous chloride dissolved in concentrated hydrochloric acid 
(SANDMEYER), or with finely-divided copper (GATTERMANN): 


CeH5- N5.-Cl = CeHs -Cl + №. 


Cuprous chloride and finely-divided copper have a catalytic 
action: it is probable that a copper compound is formed as an inter- 
mediate product, and afterwards decomposed. 

Replacement by bromine is carried out similarly: thus, in the 
preparation of bromobenzene, a solution of potassium bromide ia 
added to an aqueous solution of benzenediazonium sulphate con- 
taining free sulphuric acid; on addition of copper-dust to this mix- 
ture, nitrogen is evolved, and bromobenzene formed. 

Replacement by iodine takes place readily when a warm solution 
of potassium iodide is added to a diazonium-sulphate solution: it is 
unnecessary to employ copper or cuprous chloride. 


5. Replacement of the diazonium-group by the CN-group.—This 
replacement, too, readily takes place in presence of copper com- 
pounds. The solution of the diazonium salt is added to one of 
potassium cuprous cyanide: 


СЕ CeaHs-No-C1+KCN = CgHg- CN + № 1 KCl. 


This reaction is of great importance for the synthesis of aromatic 
acids, which can be obtained by hydrolyzing the resulting nitriles. 
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6. Replacement of the diazonium-group by sulphur.—Addition 
of a solution of potassium xanthate (264) to one of a diazonium 
salt usually precipitates the diazonium xanthate: 


CuHs- No-Cl+ KS-CS-OCoHs =CeHs: No-S-CS-OCoHs + KCI. 


On warming the precipitate with its mother-liquor, nitrogen is 
evolved, and sulphur becomes directly attached to the nucleus, 
with formation of phenyl ranthate, CgHs-S-CS-OC2Hs. The con- 
stitution of the product is proved by its oxidation to benzene- 
sulphonic acid. This reaction was discovered by LEUCKART, and 
furnishes a valuable method for the introduction of sulpho-groups 
into benzene derivatives at positions not accessible through direct 
treatment with sulphuric acid. 

These reactions illustrate the importance of the diazonium salts 
as intermediate products in the preparation of numerous sub- 
stances. Since they are derived from the amines, which are pre- 
pared by the reduction of nitro-compounds, it is evident that the 
nitration of aromatic derivatives is a reaction of great importance, 
for the nitro-group can be replaced at will by almost all other 
elements or groups by means of the amino-compounds and 
diazonium compounds. 

308. The reactions of the diazonium compounds can be explained 
by assuming that they themselves do not enter into reaction, but 
are first converted into syndiazo-compounds, which then decom- 
pose with evolution of nitrogen. The formation of phenol may be 


represented thus: br d^ tod 
CH; OH С.Н, ОН C.H,OH 
— Phenol 
N=N + - HCl-- N—N NzN: 
synDiaso- 
] H hydroxide 
Diasonium 
chloride 
and that of chlorobenzene thus: 
СН, Cl С.Н, СІ C,H,Cl 
| —» Chlorobensene 
“Nena - HCl+ N=N NEN. 
| | гуп Рїазо- 
Cl H chloride 


The reactions between diazonium salts and alcohol are explained 
as follows: 
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CH, оон, ("t P C, H,—OC,H, (Formation of a 


NEN + | N=N N=N 
Cl CI—H CI—H 
С.Н Н СН, —Н [Formation of a hydrocarbon. J 
NEN 4 — NEN 
Cl C,H,O  ClOC,H, (Decomposition into HCland aldebyde, C4H40.] 


As these transformations of diazonium salts cannot be repre- 
sented by the aid of the other possible structural formula, 
CH: NEN °X, it is evident that it must be rejected (306). 

Most of the syndiazo-compounds are very unstable. They 
change readily into antidiazo-compounds, in which it is assumed 
that the phenyl-group and acid-residue are not contiguous, and 
therefore can no longer unite: 


\ X C.H; 
L4 ч 
сїн, an X oe сб“ т X OD Es 


In certain cases, such as that of the diazocyanides, HANTZ&CH haa 
been able to isolate these intermediate products, and thus afford a 
proof of these views. For example, when cyanides are added to 
diazotized p-chloroaniline, Cl-CgH,-NH;, — p-cAMorobenzonitrile, 
Cl-C,H,-CN, is not immediately formed: it js possible to isolate a 
yellow intermediate product, Cl-CgH,-N3-CN, which yields p- 
chlorobenzonitrile after addition of copper-dust, the action being 
accompanied by an energetic evolution of nitrogen. This yellow 
intermediate p-chlorobenzenesyndiazocyanide is, however, very un- 
stable, and speedily changes to an isomeride (the anti-compound) 
which does not react with copper-dust. Stereochemical theory thus 
affords a satisfactory explanation of the observed phenomena. 


309. The importance of the diazonium compounds is not con- 
fined to reactions in which the nitrogen atoms are eliminated, since 
important derivatives in which they are retained are known. 

1. Diazoamino-compounds are obtained by the action of primary 
and secondary amines upon diazonium salts: 

CoHs-N3- (Cl+H|NHC.Hs = CgHs-N2-NHCgHs +HCl. 


Diasoaminobensene 


They are also produced when nitrous acid reacts with free aniline, 
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instead of with an aniline salt. It may be supposed that in this 
reaction benzenediazonium hydroxide, or benzenediazohydroxide 
is first formed, and is at once attacked by a molecule of the aniline 
still present: 

I. СвН5· МН, +НМ№О, = CsHs-N2-OH +H,0. 


Il. CsHs5-Ne- (OH THINHOSHs CeHs-N:N-NHC.gH; + H,0. 
Bensenediasohydroxide 
The diazoamino-compounds are crystalline, and have a yellow 
colour. They do not unite with acids. In acid solution, they are 
converted by treatment with nitrous acid into diazonium salts: 


CyHs-N:N-NHCgHs-+HNO2 +2HCl = 2CgH,-N2-Cl+2H,0. 


The most characteristic property of the diazoamino-compounds 
is the readiness with which they can be transformed into isomerides, 
the aminoazo-compounds: 


C Ha-N:N—NB( C2 )H энен: Сун» 
Diazoaminobensene Aminoasobensene 


This is effected by adding aniline hydrochloride to-a solution of 
diazoaminobenzene in aniline, and warming the mixture on the 
water-bath. 

The amino-group in aminoazobenzene is in the para-position to 
the azo-group. Whén the para-position is already occupied, the 
amino-group takes up the ortho-position. Aminoazobenzene and 
many of its derivatives are dyes (340). e 

The equation indicates that the transformation of diazoamino- 
benzene into aminoazobenzene is a unimolecular reaction (“ Inor- 
ganic Chemistry,” 50). GOLDSCHMIDT proved by experiment that 
this view is correct. He dissolved diazoaminobenzene in aniline, and 
determined the quantity of diazoaminobenzene still present after the 
lapse of known periods of time. 

The aniline hydrochloride added in this reaction has merely a - 
catalytic, accelerating effect upon the reaction,.as is proved, inler 
alia, by the uniform rise in the velocity-constant with increase in 
the amount of aniline hydrochloride. | 


2. Diazonium salts unite with tertiary amines at the para 
position: MET 


Cg Hg s Na е C6H4 eN (CH3) = СвН5 eN е N. СН, s N(CHa)a 4 HCl. 
| Dimethylaniline Dimet hylaminoasobensene B 
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3. They react similarly with phenols, forming hydroryazo-com- 
pounds. This combination takes place in presence of alkalis: 
CeHs-Ne- CLERK OR CeHs-N:N-CgH,OH +HCl. 


Hydroxyasobensene 


Important dyes are also derived from hydroxyazobenzene (341) : 


VIII. HYDRAZINES. 


310. The typical derivative of hydrazine is phenylhydrazine, 
СвНь. МН. МН, геѓеггей to several times in the aliphatic series in 
connection with its action on aldehydes, ketones, and sugars (103, 
203, and 209). It is formed by the reduction of the diazonium 
salts; for example, from benzenediazonium chloride by the action 
of the calculated quantity of stannous chloride dissolved in hydro- 
chloric acid: 

CeHs-N2-C1+4H = CeH;- NH—N Hp: HCl. 


It can also be obtained by transforming the diazonium salt into a 
diazosulphonate by means of an alkali-metal sulphite, reducing the 
diazosulphonate with zinc-dust and acetic acid, and eliminating the 
sulpho-group by boiling with hydrochloric acid: 
I. Cg Hg: N2-Cl --Na,S0, — C59H5- N: N-.SOSNa + NaCl. 
Sodium diasobensenesulphonate 


IL. OGHs-N: N-804Na -2H — C,H,- NH-NH-SOsNa. 
Sodium phenylhydrazinesulphonate 


III. tr NH-NH-SO3Na sa C&SH5- NH- NHg -- NaHSO,. 
Phenylhydrasine 


In — this apparently roundabout way is simple, since the 
intermediate products need not be isolated. It is sufficient to 
mix solutions of the diazonium salt and of the sulphite, add the 
acetic acid and zinc-dust, and filter off the excess of zinc. The 
filtrate is then boiled with fuming hydrochloric acid, whereupon 
the hydrochloride, CgHs- NH-NH2- HCI, separates out, being soluble 
with difficulty in water, and almost insoluble in hydrochloric acid 
Phenylhydrazine is a colourless, oily liquid, turning brown in 
the air. Its melting-point is 19-6°, and its boiling-point 241°: 
when boiled under ordinary pressure, it undergoes slight decom- 
position. It is only slightly soluble in water. 
_ Phenylhydrazine is decomposed by energetic reduction into 
aniline and ammonia. It is very sensitive towards oxidizing agents, 
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its sulphate being oxidized to the diazonium salt by mercuric 
oxide. Oxidation usually goes further, however, the nitrogen 
being eliminated from the molecule. Thus, an alkaline copper 
solution converts it into water, nitrogen and benzene. Phenyl- 
hydrazine has a wholly basic character: it yields well-defined 
crystalline salts. | 
Phenylhydrazine is proved thus to have the constitutional for- 
mul& CSHgs- NH- NHa. A secondary amine is converted by nitrous 
acid into the corresponding nitrosoamine: 
CgHg-N «CH, — CgsHg-N ae 


Monomethylaniline Nitrosomethylaniline 


On careful reduction, this substance yields methylphenylhydrasine, 
CgHg- N Коне which can also be obtained from phenylhydrazine 


by the action of sodium, one hydrogen atom being replaced by the 
metal. On treatment of this sodium compound with methyl iodide, 
the same methylphenylhydrazine is formed: 


CH,- NH. NH, —> CgHs-N < NH2 — OHs-N 082. 


IX. AROMATIC MONOBASIC ACIDS: BENZOIC ACID AND ITS 
HOMOLOGUES. 


311. Benzoic acid, CgH$- COOH, can be prepared by many 
methods, of which the most important will be described. 
1. By the oxidation of any aromatic hydrocarbon with a side- 


chain: 
CeHs b С„Нә„+ => CeHs ‚СООН. 


Being inexpensive, toluene is specially serviceable for this purpose. 
In the manufacture of benzoic acid, toluene is not directly oxidized, 
but is treated at its boiling-point with chlorine. Benzotrichloride, 
Ce H; CCls, is first formed, and is converted into benzoic acid by 
heating with water: 


Cl НОН | 
CsH,-CiCl + HiOH—H2O = CsH;-COOH +3HCl. 
Cl HOH 
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Benzoic acid thus prepared often contains traces of chlorobenzoic 
acid, C;H4CI -COOH. 

2. By the oxidation of aromatic alcohols or aldehydes, such as 
benzy] alcohol, CgsHs-CH2OH, or benzaldehyde, CgH;C< e also by 
the oxidation of alcohols, aldehydes, or ketones with longer side- 
chains: in fact, from all compounds containing a side-chain with 
on? carbon atom directly linked to the benzene-nucleus. 

3. By the introduction of the nitrile-group into the benzene- 
nucleus, and hydrolysis of the benzonitrile, CgH;-CN, thus formed. 
The introduction of the nitrile-group can be effected in two ways. 

(a) By diazotizing aniline, and treating the diazonium salt with 
potassium cyanide (307, 5). 

(b) By distilling potassium benzenesulphonate with potassium 
cyanide (compare 78): 


CesHs-SOsK+KCN = CoeHs-CN + K2SQ3. 


4. By the action of carbon dioxide and sodium on bromoben- 
zene, whereby sodium benzoate is formed: 


CeHsBr+C0O2e+2Na = NaBr+CeHs-CO2Na. 


5. By the action of various derivatives of carbonic acid, other 
than carbon dioxide, upon benzene, substances readily convertible 
into benzoic acid are formed. 

(a) In presence of aluminium chloride, benzene and carbonyl 
chloride react together, with formation of benzoyl chloride, the 
chloride of benzoic acid, and hydrochloric acid: 


CeH,|H +Cl|-COCI = CgHs-COCI + HCl. 


Bensoyl chloride 


Benzoyl chloride is converted into benzoic acid by treatment with 
hot water. S 

(b) Benzene and aluminium chloride react with carbamyl chlo- 
ride, Cl. CONH: (formed by passing carbonyl chloride over heated 
ammonium chloride), yielding benzamide, the amide of benzoic acid: 


Hs|H+Cl|-CONH, = CeHs-CONH2+ HCl. 
Ce [Н + Cl] 2 ors 2 


ensamide 
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(c) Bromobenzene is converted by sodium and ethyl chloro- 
formate into ethyl benzoate: 


сновы ы pom = CgHs: COOC;H; 4- NaCl + NaBr. 


312. Benzoic acid is a constituent of many natural resins and 
balsams, such as gum-benzoin, Peru-balsam, and Tolu-balsam. А 
derivative, hippuric acid (242), is present in the urine of horses. It 
was formerly prepared principally from gum-benzoin, from which 
source the benzoic acid used as a medicament is still sometimes 
obtained. It is a white solid, crystallizing in leaf-like crystals 
melting at 121-4°. It sublimes readily, and boils at 250°: it 
volatilizes with steam, and can be purified by steam-distillation. 
Its alkali-metal salts dissolve readily in water, most salts of other 
bases being soluble with difficulty. 


The solubility-curve (“Inorganic Chemistry,” 235) of benzoic 
acid has been the subject of careful investigation, on account of its 
interesting character (Fig. 80). The solubility increases somewhat 
rapidly with increase of temperature up to 90° (AB). At this tem- 
perature, the acid melts beneath the water, so that two liquids result: 
one is an aqueous solution, containing 11*2 per cent. of acid (point 
B); the other consists principally of the acid, containing 95°88 per 
cent. (point D). The mutual solubility of these layers is repre- 
sented in the part BCD of the curve, of which BC corresponds with the 
aqueous, and DC with the acid layer. The composition of the two 


100 Е 





PERCENTAGE OF BENZONO ACID IN SOLUTION 








І 
| 
О ——> TEMPERATURE 90° 116° 121 ° 4° 
Fic. 80.—SoruBrLITY-CURYEB oF Benzoic AcIp IN WATER. 
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layers becomes more and more alike as the temperature rises, since 
the water dissolves more benzoic acid, and the acid more water. At 
116° they are identical in composition: that is, the liquid has again 
become homogeneous. 

If more benzoic acid is added to the acid layer only, at 90°, it 
is necessary to raise the temperature to keep all the acid fused: the 
line DP is thus obtained, eading at F' at the melting-point of pure 
benzoic acid, 121-49. DF therefore represents the melting-point- 
curve of the acid, on addition of increasing amounts of water. 


Derivatives of Benzolc Acid. 


313. Benzoyl chloride, CgHs-COCI, can be obtained by the action 
of phosphorus pentachloride or oxychloride upon benzoic acid, or 
by the method of 311, 5a. It is a liquid of disagreeable odour, and 
boils at 194°. It is manufactured by treating benzaldehyde, 


C.Hs-CH, with chlorine. Unlike acetyl chloride, which is rapidly 


decomposed, it is very slowly acted upon by water at ordinary 
temperatures. 

Benzoyl chloride is employed in the introduction of the benzoyl- 
group, CeHs:CO—, into compcunds. ‘This is effected bv a method 
discovered by BAUMANN and ScHoTTEN, which consists in agitat- 
ing the substance in alkaline solution with benzoyl chloride. . 


Amines are readily benzoylated by suspending their hydrochlo- 
rides in benzene, adding the equivalent quantity of benzoyl chloride, 
and heating until evolution of hydrogen chloride has ceased. 


Benzoic anhydride, CgHs;CO-O-COCgHs, is formed by the inter- 
action of a benzoate and benzoyl chloride: 


CsH5-CO-O|Na 4-Cl|-OCOgHg — NaCl 4-CgH;CO -O- COCSH;. 


At ordinary temperatures it is very stable towards water, but is 
decomposed when boiled with it, yielding benzoic acid. 

The formation of ethyl benzoate (311, 5c) is sometimes employed 
: as à test for ethyl alcohol, since it possesses a characteristic pepper- 
mint-like odour. 

Benzamide (311, 5b), CSHg- CONHs, can be prepared by the 
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action of ammonia or ammonium carbonate on benzoyl chloride. 
It is crystalline and dimorphous, melting at 130°. It is stated in 
96 that the influence of the negative acetyl-group causes the hydro- 
ven atoms of the amino-group in acetamide to be replaceable by 
metals. Benzamide displays this property to an even greatcr 
extent, on account of the more negative character of the benzoyl- 
group; for the values of the dissociation-constants for acetic acid 
and for benzoic acid respectively are 10k — 0:18 апа 10sk — 0-60. 
When the silver compound of benzamide is treated with an alkyl 

iodide at ordinary temperatures, an O-ether, benzoic iminoether, 


OGH ! 
CCQ a is formed. The constitution of this substance is 


proved by its yielding ammonia and alcohol, instead of ethylamine 

and benzoic acid, when treated with alkalis. When, however, the 

silver compound is treated with an alkyl iodide at 100°, a N-alkide, 
/NHGH, a 

OON ,isformed. This is proved by the decomposition of 

the latter substance into ethylamine and benzoic acid. 


Benzonitrile, CgH5- CN, the methods of producing which are 
described in 311, 3, can also be prepared similarly to the aliphatic 
nitriles: for example, by the action of phosphoric oxide upon 
benzamide. It is a liquid with an odour resembling that of bitter 
almonds, and boils at 191°. It has all the properties characteristic 
of the aliphatic nitriles. 

The homologues of benzoic acid, such as the toluic acids, 
CH3-CgH,4:COOH, the xylic acids, (CH3)2CgH3-COOH, and so on, 
are crystalline solids, very slightly soluble in water. They are 
prepared by methods analogous to those employed for benzoic 
acid. 


X. AROMATIC ALDEHYDES AND KETONES. 
Aldehydes. 


314. Benzuldehyde, CeHs- Co. is the best-known of the aromatic 


aldehydes. Like the aliphatic aldehydes, it is formed by the oxida- 
tion of the corresponding alcohol, benzyl alcohol, CgHs-CH2OH, 
and by distillation of a mixture of a benzoate and a formate. It 
is manufactured by heating benzal chloride, CgHs:CHCls, with water 
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and calcium carbonate, a method the aliphatic analogue of which 
is of no practical importance: 


C, Hs-CH|Cl, -H OH —H40 = сен,.09 +2на. 


The following methods are employed in the preparation of the 
homologues of benzaldehyde. 
.. 1. When ethyl chloro-oxalate is brought into contact with an, 
aromatic hydrocarbon in presence of aluminium chloride, the ethyl 
ester of an a-ketonic acid is produced: 


C.H, - CICO—COOG;H, = C,.H,-CO-COOC,H; + HCl. 


Ethyl chloro-oxalate 


The free acid is obtained by saponification, and on dry distillation 
loses CO,, with formation of the aldehyde: 


C,H,-CO-CO,H ~ С,Н,.С +00, 
2. An aromatic hydrocarbon is treated with a mixture of carbon 
monoxide and hydrochloric acid in presence of aluminium chloride 


and a trace of cuprous chloride. It may be assumed that formyl, 
chloride, HCOCI, is obtained as an intermediate product: 


CH,-C.H,--CIOCH - CH;-CH,- CS 1 HOL 


315. Benzaldehyde occurs in the natural product, amygdalin, 
CooH270;1N (256); on this account it is called oil of bitter almonds. 
It is a liquid of agreeable odour, is slightly soluble in water, boils 
at 179°, and has a specific gravity 1-0504 at 15°. It has most of 
the properties of the aliphatic aldehydes: it is readily oxidized, even 
by the oxygen of the atmosphere (especially when exposed to sun- 
light), reduces an ammoniacal silver solution with formation of a 
mirror, yields a crystalline addition-product with sodium hydrogen 
sulphite, adds on hydrocyanic acid and hydrogen, forms an oxime 
and a phenylhydrazone, and so on. 

It displays, however, points of difference from the fatty alde- 
hydes. Thus, with ammonia at the ordinary temperature it does 
not yie:d à compound like acetaldehyde-ammonia, but produces 
hydrobenzamide, (CegHsCH)3No, formed by the union of three 
molecules of benzaldehyde and two molecules of ammonia: 


3C4Hs Ch +2H3N = (CeHsCH)3N2+3H,0. 
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At —20?, however, ammonia combines with benzaldehyde to 
benzaldehyde-ammonia, 2C,H,* CHO, NH,, probably 
NH[CH(C,H,)- OH},, 
which separates in plates melting at 45°. After a time it 
decomposes into hydrobenzamide, benzaldehyde, and water. It 
is an intermediate product in the preparation of hydrobenzamide. 


The behaviour of the aromatic aldehydes towards alcoholic 
potash is characteristic, one molecule of the aldehyde being oxi- 
dized, and the other reduced (c/., however, 108). Thus, benzalde- 
hyde yields potassium benzoate and benzyl alcohol: 


2CsHs-CH +KOH = C,H;-COOK +C,H;-CH,OH. 


The aromatic aldehydes condense readily with dimethylaniline 
or phenols, forming derivatives of triphenylmethane (373): 


н] пои С C4H,0H 
CeHs-C О ty C,H,OH = CsH,;-CH <c,H,0H + H20- 


Benzaldehyde also reacts very readily with aniline. When a 
mixture of equal volumes of the two substances is heated gently, 
drops of water separate, and, on cooling, benzylideneaniline, 
CeHs-CH:N-CgHs, m. p. 45°, crystallizes. - 

-The action of chlorine on benzaldehyde is described in 313. 

Benzaldehydephenylhydrazone, CeH3-CH:N-NH-CgHs, is very 
readily precipitated, with evolution of considerable heat, by 
addition of benzaldehyde drop by drop to & sulphurous-acid 
solution of phenylhydrazine. It forms pale-yellow crystals, 
melting at 152°, and is transformed by the action of violet or 
ultraviolet light into a scarlet-red isomeride, the original colour 
being restored by exposure to yellow or green light. 


AUTOXIDATION. 


It has been observed that during the oxidation of various sub- 
stances in the air as much oxygen is rendered “active” as is taken 
up by the substance under oxidation: this phenomenon is displayed 
in the atmospheric oxidation of benzaldehyde. If it is left for 
several weeks in contact with water, indigosulphonic acid, and air, 
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the same amount of oxygen is absorbed in oxidizing the indigo 
derivative as in converting the benzaldchyde into benzoic acid. Von 
ВАЕҮЕВ has shown that benzoyl-hydrogen peroxide C,.H,CO-O-O8H, 
is formed as an intermediate product, and oxidizes the indigosul- 
phonic acid, being itself reduced to benzoic acid: 


C,.H,-CHO+0: = C,H,-CO-0-0H; 


C,H,-CO-0-OH +Indigo = C,H,-COOH + Oxidized indigo. 
The oxidation of benzaldehyde in the air must be considered, there- 
fore, to take place thus: 


C.H,-CHO +0; = C,H,-CO-0-OH; 
C,H,:CO-O-OH 4* C,H,:CHO - 2C,H,-COOH. 


VoN BAEYER has, in fact, proved that benzoyl-hydrogen peroxide 
dissolves when added to benzaldehyde, but that the liquid gradually 
solidifies to pure benzoic acid. 


Ketones. 


316. The aromatic kelones can be subdivided into the mixed 
aromatic-aliphatic ketones and the true aromatic ketones. The 
typical member of the first class is acetophenone, CeH5- CO* CH;. 
It can be obtained by leading & mixture of the vapours of acetic 
acid and benzoic acid over thorium oxide, ThOs, at 430?—460?; 
or more readily by the addition of aluminium chloride to a 
mixture of benzene and acetyl chloride. It is a crystalline sub- 
stance of agreeable odour, melting at 20° and boiling at 200°: 
it is slightly soluble in water, and possesses all the properties of 
the aliphatic ketones. It is employed as a soporific under the 
name '' hypnone." 

Benzophenone, CsH;-CO-CgHs, is a true aromatic ketone, and 
can be obtained by the dry distillation of calctum benzoate, or 
by the action of benzene and aluminium chloride upon benzoyl 
chloride, or carbonyl chloride. This compound, although a true 
aromatic derivative, behaves exactly like an aliphatic ketone: on 
reduction, it yields benzhydrol, CeH5- CHOH-CgHs; benzpinacone, 


(CoHs) 26 ‚ (CoHs) 2 is simultaneously formed (150) 
OH OH g j 


Fusion of benzophenone with potassium hydroxide yields 
benzene and potassium benzoate: 


CeHs-CO-CsH5+KOH = CeHe+CeHs-COOK. 
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317. Benzophenone exists in two modifications: one is unstable 
and melts at 27°; the other is stable and melts at 49°. 


The relation of these substances to one another is one of mono- 
tropy; that is, at all temperatures up to its melting-point the meta- 
stable form changes to the stable form, but the process is not 
reversible. The explanation is that the transition-point of the two 
modifications is higher than the melting-point of the metastable 
isomeride. 

For & substance with a transition-point (0), the vapour-pressure, 
p, in the neighbourhood of this point is represented by Fig. 81! 





Fic. 81.—ENANTIOTROPIC | Кто. 82.—Monorropic 
SUBSTANCE. SUBSTANCE. 


(“Inorganic Chemistry,” 70). AB is the vapour-pressure curve of 
the fused substance. Its direction must be such that on the right 
it lies lower than any other curve; that is, it must be nearest to the 
horizontal axis. Since rise of temperature ultimately occasions the 
fusion of all solid forms, above a certain temperature, definite for 
each substance, the liquid phase must be the most stable; in other 
words, it must have the lowest vapour-pressure. Of, is the melting- 
point of the metastable modification, which is higher than the 
transition-point: Of, is that of the stable modification. 

AB can, however, be so situated that f, and f, are below O (Fig. 
82). Here the melting-point is lower than the transition-point O, 
so that the latter cannot be attained. The metastable modification 
then remains in the metastable state up to its melting-point, the 
substance being monotropic. In the more usual case of enantiotropy, 
on rise of temperature the compound first attains the transition-point, 
then undergoes transformation, and finally melts. 
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Oximes. 


318. Some of the orimes of the aromatic aldehydes and 
ketones exhibit a peculiar kind of isomerism. Thus, there are 
txo.,isomerides of benzaldoxime: benzantialdozime (a), melting 
at 35°; and benzsynaldoxime (@ or iso), which melts at 128°, 
and on treatment with acetic anhydride readily loses water, 
forming benzonitrile: 


CHCH 
lll — = CeHs-CŒN +H30. 
МОН 


With acetic anhydride, the antialdoxime yields an acetyl-derivative. 
It has been proved that no isomerides of the ketoximes 


R > C:NOH exist, when R and R’ are similar: when these groups 


are dissimilar, two isomerides are known. Benzophenoneoxime 
and its derivatives furnish examples. Despite many attempts to 
prepare an isomeride, benzophenoneoxime is known in only опе 
modification. When, however, hydrogen in one phenyl-group is sub- 
stituted, two isomeric oximes can be obtained. Monochlorobenzophe- 
none, CgHs-CO-CgH,Cl, monobromobenzophenone, CgHs-CO-CgH4Br. 
phenyltolylketone, CH3- CgH4* CO-CgHs, and phenylanisylketone, 
CH3;0-CgH4-CO-CeHs, are examples of ketones which yield two 
isomeric oximes. Many other compounds of this type could be 
cited. 

After several ineffectual attempts to explain such isomerism 
by the ordinary structural formule, the following stereochemical 
explanation of the observed facts has been adopted. It is assumed 
that the three affinities of the N-atom are directed towards the 
angles of a tetrahedron, the nitrogen atom itself being situated at 
the fourth angle: 


N 


x Ү 


When the three nitrogen bonds are linked to carbon, as in the 
nitriles, the following spacial representation is obtained: 
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" CH 


8 


z 


N 


Stereoisomerism is here impossible: experience has shown that 
none of the numerous nitriles known occurs in two forms due to 
isomerism in the CN-groups. 

When, however, the nitrogen atom is linked to carbon by two 
bonds, two isomeric forms become possible: 


NJ X Y 
y 7 X 
N Z Z 


These can be more readily represented by 
X—C—Y X—C—Y 


Nz ™ 5.4 К | 


It is apparent that different configurations for such compounds 
are only obtained when X and Y are different, since when they 
are similar the figures become identical. This agrees with the 
facts stated at the beginning of this section. є 


í It can also be determined which configuration represents each 
isomeride. The two isomeric benzaldoximes have the formulæ 


C,H,—C—H C,.H,—C—H 
|| апі || : 
N—OH HO—N 

pen E нео ыо 


In formula I., H and OH are nearer together than in formula IL - 
This proximity explains the facility with which one molecule of 
water is eliminated from one aldoxime (syn), and not from the other 
(anti). On this account configuration I. is assigned to the synaldox- 
ime, and configuration II. to the antialdoxime. 

The configuration of the ketoximes can be determined by the 
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BECKMANN transformation (103), as is made clear in the following 
example. Two isomerides of phenylanisylketorime are known, 


CHO-CH,—6—H, : CHO Cech, 
an 
N—OH HO—N , 
7 I. 


the first melting at 137° and the second at 116°. By the BECKMANN 
transformation, the oxime of higher melting-point yields the anilide 
of anisic acid; that of lower melting-point, the aniside of benzoic 
acid. The former must therefore have configuration I., and the 
second configuration II.. because in I. the groups OH and C,H, are 
adjacent, and exchange places: 

CH,0:C,H,—C—OH CH,0-C,H,—C—O 


— 


N—C,H, NH—C,H, 


The anilide of anisic acid, CH,0-C,H,-COOH, is thus produced. In 
. IL, anisyl (CH40- C,H,—) and OH are adjacent, and exchange places, 
yielding the aniside of benzoic acid: 


HO—C—C,H, O=C—C,H, 
е — 
CH,O C.H,— CH,O * C,H,—N H 


XI. AROMATIC PHOSPHORUS AND ARSENIC DERIVATIVES. 


319. Compounds of phosphorus and arsenic with aromatic hydro- 
carbons, having constituents similar to those of the nitro-com- 
pounds, azo-compounds, and amino-compounds, are known. 

Phosphinobenzene, C4H,* PO;, cannot be obtained analogously to 
nitrobenzene, by the interaction of metaphosphoric acid and benzene. 
It is prepared by the action of phenylphosphinic acid (72) upon its 
chloride: 

C.H,- PO(OH), +C.H,- 1 FOG = 2C,H,- PO, +2HCl. 


Phanylphosphinie 


It is a white, crystalline, odourless powder. 

Phenylphosphine, C,H,: PH;, is obtained by distilling phosphenyl 
chloride, CoH. PCl, with alcohol, in a current of carbon dioxide. It 
is a liquid of very penetrating odour. It cannot be obtained by the 
reduction of phosphinobenzene. 
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Phosphobenzene, C.H,-P:P-C.H,, is got by treating phenyl 
phosphine with phosphenyl chloride: 


CoH,-P[C - Hj]P- CH, - C,H,- P: P-CH,--2HCl. 


It is a pale-yellow powder, insoluble in water, alcohol, and ether. It 
is energetically oxidized by weak nitric acid, forming phosphenylous 
acid, ОРН е, 

NOH 

Phospheny] chloride, C.H,- PCh,, the starting-point in the prepara- 
tion of these and other aromatic phosphorus derivatives, can be pre- 
pared, as can its homologues, by heating aromatic hydrocarbons 
with phosphorus trichloride and aluminium chloride under a reflux- 
condenser. 

Arsinobenzene, CgH,-AsO,, is obtained by the elimination of 
water from phenylarsinic acid, C4H,* ASO(OH),, under the influence 
of heat. 

Arsenobenzene, C,H,* As: As* C.H, is formed by the reduction of 
phenylarsine oxide, CXH,* AsO, with phosphorous acid. It forms 
yello vy needles, and is converted by oxidation into phenylarsinic 
acid, C.Hs-AsO(OH):. 

Other aromatic arsenic derivatives are mentioned in 339. 

The following series of compounds are known: 


СН, е МО, С.н, . N: е С.Н, С.Н, ° NH, 
Nitrobensene Asobensene Phenylamine 
C4H;- PO, C,H;: P, C4H; C,.H,- PH, 
Phosphinobensene Phosphobensene Phenylphospbine 
C.H. AsO: C.H;- As.-CeHs — 
’ Arsinobensene Arsenobensene 


Although these compounds have analogous formule, both the 
methods employed in the preparation of the individual members 
of each series, and the properties of the individuals themselves, 
exhibit wide divergences. 


XII. AROMATIC METALLIC COMPOUNDS. 


320. Mercury, tin, lead, and magnesium are the only metals 
which yield aromatic compounds: they are much less important 
than the metallic compounds of the aliphatic series. Mercury 
phenide, Hg(C4H;),, is obtained by the action of sodium-amalgam 
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upon bromobenzene. It is crystalline, and resembles the corre- 
sponding alkyl-derivatives in its stability towards atmospheric 
oxygen. When its vapour is passed through a red-hot tube, it 
decomposes into mercury and diphenyl (371): the same effect is 
partially produced by distillation. 

When mercury acetate is heated with benzene at 110°, there 
results phenylmercury acetate, C4H,-Hg-*OOC-CHi;, the acetic-acid 
salt of the base phenylmercury hydroxide, C4H,-Hg-OH. The 
homologues of benzene, nitrobenzene, and other substances yield 
analogous compounds. 

Aromatic magnesium compounds are referred to in 289. 


BENZENE HOMOLOGUES WITH SUBSTITUTED SIDE- 
CHAINS. 


321. The introduction of a substituent into a homologue 
of benzene can take place not only in the nucleus, but also in 
the side-chain. The second type of substitution has been 
exhaustively investigated for the toluene derivatives with 
hydrogen of the methyl-group replaced by various substituents. 
These substances are to be regarded as methane with one hydrogen 
atom replaced by phenyl, and one or more of the other hydrogen 
atoms exchanged for a corresponding number of atoms or radicals. 
A close approximation between the properties of these compounds 
and those of the corresponding aliphatic derivatives would be 
anticipated, and this view finds abundant confirmation in the 
facts recorded in this chapter. 


I. COMPOUNDS WITH HALOGEN IN THE SIDE-CHAIN. 


In the interaction of chlorine or bromine with toluene, the 
entrance of the halogen into the nucleus or into the side-chain 
is determined by the experimental conditions. Compounds 
of the type X-CgH4-CHs3 are called halogen-toluenes, and those 
of the formula CgH;-CH2X benzyl halides. A summary of the 
influence exerted by the experimental conditions is subjoined. 

1. Temperature.—At low temperatures, halogens substitute in 
the nucleus, and at high temperatures, in the side-chain: thus, on 
treatment with chlorine, cold toluene yields o-chlorotoluene and 
p-chlorotoluene; when, however, chlorine or bromine is brought 
into contact with boiling toluene (110°), benzyl chloride, 
CesH;-CH-Cl, or benzyl bromide, CeHs-CH2Br, is almost exclusively 
formed. 

2. Sunlight—A striking example of the influence of light is 
furnished by the dark-brown mixture of toluene and bromine. 
At ordinary temperature in absence of light, interaction is very 
slow, an interval of many days being necessary for the complete 
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disappearance of the bromine, with formation of hydrogen 
bromide and bromotoluenes. On exposing the mixture to 
daylight, it becomes decolorized in a few minutes, the bromine 
entering the side-chain only. 

Many instances of the influence of light on chemical reactions 
have been observed. They include the intramolecular rearrange- 
ment of atoms and groups, the acceleration of reactions, and, as 
in the example just cited, the formation of compounds entirely 
different from those formed in absence of light.* 

3. Concentration.—The proportion of halogen to toluene has 
an important influence. At 50? in absence of light, the product 
obtained by the interaction of bromine and toluene in the molec- 
ular ratio 1:4-26 contains 24-1 per cent. of benzyl bromide, 
but in the ratio 1 : 28-55 it has 95-3 per cent. of this substance. 

4. Catalysts.—Aluminium or ferric halides have a very power- 
ful catalytic action. So small a proportion of ferric bromide 
as 0-002 gramme-molecule to each gramme-molecule of bromine 
completely over-rides all other influences, causing substitution 
in the nucleus only, quite irrespective of the reaction being carried 
on in the presence of light, at high temperature, or at different 
concentrations. 

The benzyl halides, C&H5- CH5X, are readily distinguished 
from the isomeric halogen derivatives of toluene. In the first . 
place, their halogen atoms display the same aptitude for reactions 
involving double decomposition as’ those of the alkyl halides, 
but the halogen atoms of the isomeric halogen-toluenes are as 
firmly linked as those in the monohalogen-benzenes. In the 
second place, the benzyl halides are converted by oxidation 
into benzoic acid, CgHs-COOH, but the halogen-toluenes into 
halogen-benzoic acids, CeH4X-COOH. In the third place, the 
halogen-toluenes are characterized by their faint, but not dis- 
agreeable, odour; but the benzyl halides have a most irritating 
effect on the mucous membrane of the eyes, a property specially 
noticeable in benzyl iodide. 

Benzyl chloride is a colourless liquid of stupefying odour, 
intensified by warming: it boils at 178°, and has a specific gravity 
of 1-113 at 15°. Benzyl bromide is also a colourless liquid. 
Benzyl iodide is prepared by heating benzyl chloride with potas- 
sium iodide: it melts at 24°, and decomposes when boiled. It 
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has a powerful and unbearably irritating odour, productive of 
tears, and was employed for filling lachrymatory shells in the 
great European war. 

The prolonged action of chlorine on boiling toluene yields 
benzal chloride, CeaHs-CHCle, and benzotrichloride, CeHs-CCly. 


Il. PHENYLNITROMETHANE AND THE PSEUDO-ACIDS. 


322. Phenylnitromethane, C,F,- CH;NO,, is an aromatic com- 
pound with a hitro-group in the side-chain, as is evident from its 
formation by the action of benzyl chloride or iodide on silver nitrite: 


C.H.-CH,(Cl+Ag NO; = C.H.-CH.NO.+AgCl. 


It can be reduced to benzylamine, which proves it to be a true nitro- 
compound. Phenylnitromethane, and its derivatives with substitu- 
ents attached to the nucleus, exist in two tautomeric modifications 
readily transformed into each other. Phenylnitromethane is a 
liquid: its aqueous solution does not react with ferric chloride. 
After it has been converted into its sodium derivative by the action 
of sodium alkoxide, addition of excess of a strong mineral acid causes 
the separation of a crystalline substance of the same composition as 
phenylnitromethane: the aqueous solution of this compound gives a 
-coloration with ferric chloride. On standing for some hours, these 
crystals are completely reconverted into the ordinary liquid phenyl- 
nitromethane. It is very probable that the sodium compound and 
the unstable modification corresponding with it have the constitutions 


C.Hs-CH:NO-ONa, and C,H,.CH:NO- OH. 


The presence’ of a hydroxyl-group is proved by the formation of 
dibenzhydroxamic acid on treatment with benzoyl chloride: 


| о: О 
C.Hs-CH:NG +000.0;н, = Сен,.Сн:М< 
ONa 0O- OC: C.H; 
Bodiophenyliso- 
nitromethane 


=> a eee 
Dibenshydroxamic acid 


Another proof of the presence of a hydroxyl-group is that tsonitro- 
compounds, unlike ordinary nitro-compounds, react vigorously with 
phenyl! isocyanate at low temperatures (259). 
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From these facts it may be inferred that when phenylnitro- 
methane, C.H;: CH;NO,, is converted into a salt, it first changes to 
an isomeric modification. Inversely, when it is liberated from its 
sodium compound, the ?so-modification, or aci-modifieation, is first 
produced, and slowly changes to the ordinary form. 

The dilute aqueous solution of m-nitrophenylnitromethane affords 
a striking example of this phenomenon. This compound is colour- 
less, but its sodium salt has a deep-yellow colour. On the addition 
of an equivalent quantity of hydrochloric acid to its deeply-tinted 
solution, the yellow colour disappears somewhat slowly, indicating 
the conversion of the 7so-compound into its normal isomeride. 

The discharge of the colour is attended by another phenomenon: 
the electric conductivity of the liquid is considerably greater imme- 
diately after the addition of the hydrochloric acid than it is several 
minutes later, when the colour has nearly vanished. The explana- 
tion of this is that the iso-form is a true acid, and is therefore a 
conductor in aqueous solution, while the solution of the normal modi- 
fication is a non-conductor, and therefore possesses no acidic character. 

The formation of an aci-modification is characteristic of various 
compounds, notably the nitroparaffins, pyrazolones, oximes, and 
nitrophenols. 

323. Besides the properties indicated above, the pseudo-acids 
possess others by which they may be detected. It has just been 
stated that the addition of a strong acid to a pseudo-acid salt liberates 
the aci-form, which is slowly converted into the normal modification. 
Inversely, the addition of an equivalent quantity of caustic alkali to 
the normal modification results in its gradual neutralization. This 
* slow neutralization " is a characteristic of the pseudo-acids. 

Another of the characteristics by which they may be recognized 
is illustrated by dinitroethane, which, after being liberated from its 
sodium salt in accordance with the equation 


NO, NO, 
CH,-C * HCl - CH, 4- NaCl, 
NO-ONa а КО:ОН 
act-Dinitroethane 


is so rapidly converted into the normal compound, CH,-CH «Xo» 


that a change in the electric conductivity of the solution can scarcely 
be observed even at 0°. The neutral reaction of the alkali-metal 
derivatives of the non-conducting or weakly-conducting hydrogen 
compound nevertheless indicates the existence of a pseudo-acid. An 
acid which is so weak that its solution is a bad conductor of elec- 
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tricity yields alkali-metal salts which undergo strong hydrolytic 
dissociation, and therefore have a strongly alkaline reaction 
(“Inorganic Chemistry,” 66). Such a substance as sodiodinitroz- 
thane forms a non-alkaline solution,.and must therefore be derived 
from an acid other than diuitroethane, since this substance has а 
neutral reaction and is a non-conductor in aqueous solution. 

The difference in structure between the salt of a pseudo-acid 
and the free acid can also be detected by their refraction. Compar- 
ison of the molecular refraction of an aqueous or alcoholic solution 
of an acid with that of its sodium salt reveals a constant difference, 
even for weak acids. For a solution in the equivalent quantity 
of caustic alkali of a nitro-compound which yields a pseudo-acid, 
the difference between the molecular refraction of the acid and that 
of the salt formed is much greater. This phenomenon indicates 
the transformation of the pseudo-acid into its aci-form to be an 
intermediate process preceding the formation of the salt. 


Il. ACIDS WITH CARBOXYL IN THE SIDE-CHAIN. 


324. One of the compounds with a saturated side-chain 
is phenylacetic acid, CeaH3-CH2-COOH. It is prepared by the 
interaction of potassium cyanide and benzy! chloride, followed by 
hydrolysis of the resulting nitrile, benzyl cyanide, CsgHs-CH2-CN. 
Phenylacetic acid melts at 76°, and is converted by oxidation 


into benzoic acid; whereas the isomeric toluic acids, CeH, SO 


are transformed by oxidation into the dibasic phthalic acids. 

~ Mandelic acid has both hydroxyl and carboxyl in the side- 
chain. Its constitution is CsgH;-CHOH-COOH, as its synthesis 
from benzaldehyde and hydrocyanic acid indicates. In this. 
reaction mandelonitrile, CsH;-CHOH-CN, is an intermediate 
product. Addition of quinine to the mixture of benzaldehyde 
and hydrocyanic acid makes the synthesis asymmetric, so that 
an optically active mandelonitrile is formed. The quinine 
functions as an optically active catalyst, its action being similar 
to that exerted by the enzyme emulsin. The mandelic acid found 
in nature is levo-rotatory. The synthetical acid can be resolved 
by the action of cultures obtained from mildew (Penicillium 
glaucum), the dextro-rotatory acid being left intact. The 
decomposition is also effected by the formation of the cinchonine 
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salts, when the salt of the dextro-rotatory acid crystallizes out 
first. 

Inactive mandelic acid is also called ^ para-mandelic acid." It 
melts at 119°, and dissolves very readily in water: the optically 
active modification melts at 134°, and is less soluble in water. 

Tropic acid is one of the parent substances of atropine (411). 
Its constitution follows from its synthesis by the condensation of 
ethyl phenylacetate and ethyl formate under the influence of 
sodium ethoxide, and reduction of the condensation-product 
with aluminium-amalgam: 


H 
[H + C2H50JOC -H C 
CeHs-CHC EE. M 3 
COOC2Hs ООСН, 
~ CH;0H 
— CeH;.CH е 
OOH 

Tropic acid 


IV. AROMATIC ALCOHOLS. 


325. Benzyl alcohol, CeHs-CH2OH, is the typical aromatic 
alcohol: it possesses nearly all the properties of an aliphatic 
alcohol. It can be obtained by treatment of benzyl chloride 
with potassium acetate, and saponification of the ester of acetic 
acid thus formed. It can also be prepared by electro-reduction 
of benzoic acid in sulphuric-acid solution with lead cathodes. It 
reacts readily with phosphorus pentachloride, yielding benzyl 
chloride, and forms esters, ethers, etc.: being a primary alco- 
hol, it can be oxidized to the corresponding aldehyde, benzaldehyde- 
(314), and also to benzoïc acid (312). It differs from the aliphatic 
alcohols in its behaviour towards sulphuric acid, which causes 
resinification, instead of the formation of the corresponding 
sulphuric ester. Benzyl alcohol possesses no phenolic properties: 
it is insoluble in alkalis, and does not yield the characteristic 
phenol coloration with ferric chloride. 

Benzyl alcohol is a liquid which dissolves with difficulty in 
water: it boils at 206°, and possesses only a faint odour. 
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V. COMPOUNDS WITH THE AMINO-GROUP IN THE SIDE-CHAIN. 


326. Benzylamine, CsHs-CH2-NHg, is a type of the amines 
with NHe in the side-chain. It can be obtained by the various 
methods employed in the preparation of aliphatic amines, such as 
the action of benzyl chloride upon ammonia, by which dibenzyl- 
amine and tribenzylamine are also formed; the addition of hydrogen 
to benzonitrile, CsHs-CN; the reduction of phenylnitromethane, 
СеНь. СН. М№Оз; ара во оп. The method for its formation and 
its properties prove that benzylamine belongs to the primary 
amines of the aliphatic series:- thus, it does not yield diazonium 
compounds; and its aqueous solution has a strongly alkaline 
reaction, proving it to be a much stronger base than aniline, in 
which the NH;-group is under the direct influence of the phenyl- 
group. 

Benzylamine is a liquid of ammoniacal odour: it boils at 185°, 
is volatile with steam, and has a specific gravity of 0-983 at 19°. 
It absorbs carbon dioxide from the air. 


COMPOUNDS CONTAINING AN UNSATURATED SIDE- 
CHAIN. | 


Hydrocarbons. 


327. Slyrene or phenylethylene, C4H,-CH : CH,, derives its name 
from its presence in storax, an exudation from trees of Liquidambar 
orientalis. The hydrocarbon can be obtained by heating cinnamic 
acid (328), C.H,*CH: CH-+CO.H, carbon dioxide being eliminated. 
It is a liquid of agreeable odour, and boils at 146°. Heating converts 
it into a vitreous mass called metastyrene, a polymeride of unknown 
molecular weight, the same transformation taking place slowly at 
ordinary temperature. Like other substances with a double linking, 
styrene has the power of forming addition-products. On treatment 
with nitric acid, it yields nitrostyrene, C-H,-CH : CH - NO,, with the 
nitro-group in the side-chain. The constitution of this compound 
follows from its formation by the condensation of benzaldehyde with 
nitromethane, under the catalytic influence of alcoholic potash: 


H 
C.H,-C[(0 +H,|CH-NO, = C.H,-CH:CH-NO, +H,0. 


Phenylacetylene, C,H,-C—CH, can be obtained by treating 
acetophenone with phosphorus pentachloride, and acting on the 
resulting compound, C,H,-CCl,- CH,, with caustic potash; or from 
phenylpropiolic acid, CeH,*C:C-COOH, by heating its cupric salt 
with water. In many respects it resembles acetylene; for example, 
it yields metallic derivatives. On solution in concentrated sulphuric 
acid, it takes up one molecule of water, forming acetophenone. 


Alcohols and Aldehydes. 


Cinnamyl alcohol, CH, CH:CH-CH;OH, is the only repre- 
sentative of the unsaturated alcohols which need be mentioned. It 
is a crystalline substance with an odour of hyacinths, and is present 
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as an ester in storax. Careful oxidation converts it into cinnamic 
acid (328), and more vigorous oxidation into benzoic acid. 


| Cinnamaldehyde, C,H,-CH :CH-CH, is the chief constituent 
of oil of cinnamon, from which it can be obtained by means of its 
sulphite compound. It is an oil of agreeable odour, and boils at 


246°. It is resinified by strong acids, and with ammonia yields 
hydrocinnamide, N:(C.HsC;Hs)s, analogous to hydrobenzamide (315). 


Acids. 


328. Cinnamic acid, CsHs-CH:CH-COOH, is the most im- 
portant unsaturated acid. It is present in some balsams, and in 
storax. It is manufactured by a synthetic method discovered by 
Sir WILLIAM PERKIN. Benzaldehyde is heated with acetic anhy- 
dride, in presence of sodium acetate as a catalyst: 


a ae ан 
Bensaldehyde Acetic anhydride 


Cinnamic acid Date acid 


Perkin’s synthesis can be carried out with substituted benz- 
aldehydes on the one hand, and with homologues of acetic acid or 
with dibasic acids on the other, so that it is possible to obtain & 
great number of unsaturated aromatic acids by its aid. 

Cinnamic acid can also be got by the action of benzal chloride 
(321), C,H,- CHCh, upon sodium acetate. It can further be synthe- 
sized by the condensation of malonic acid with benzaldehyde, which 
takes place readily under the catalytic influence of ammonia, one 
molecule of carbon dioxide being eliminated: 


(HOOO),C[H, + 0]0-CeHs _ o,H,.CH:CH-COOH +00, +H,0. 
Malonic acid 
Cinnamic acid is a crystalline substance, melts at 134°, and dis- 
solves with difficulty in cold water. . In all respects it possesses the 
character of a substance with a double bond, and therefore forms 
addition-products and reduces vos BAEYER'S reagent (113). 


Its constitution indicates that two stereoisomerides are possible: 
C.H,—C—H C.H:—C—H 


and || i 
H—C—COOH COOH—C—H 
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Four modifications, however, are known: ordinary cinnamic acid; 
allocinnamic acid, melting at 68°; and two isocinnamic acids, melting 
at 58? and 42? respectively. BriILMANN has proved that the last 
three acids are modifications of & single form, and therefore afford 
an example of trimorphism. On inoculating the liquid, obtained by 
fusion of any of them, with one of the forms, that form crystallizes 
out.  Allocinnamic acid and the ?socinnamic acids can be prepared 
by partial reduction of phenylpropiolic acid, C.H,- C-:C- COOH 

_ (327); and must, therefore, have the cis-configuration (I.), as is 
evident from a model. It follows that ordinary cinnamic acid has 
the (rans-configuration (II): 


H-C- CH, n CE, CHH 
H-C-COOH' H-C-COOH 


It can be converted into the cis-form by exposing its solution in 
benzene to the ultraviolet rays of a “uviol” lamp for ten days. 


POLYSUBSTITUTED BENZENE DERIVATIVES. 


329. A great number of polysubstituted derivatives of benzene 
is known, but only a few of special theoretical or technical 
interest will be considered. For the sake of systematic treat- 
ment, the substitution-products will be taken in the same order 
as has been adopted in the preceding pages for the monosub- 
stituted derivatives. The polyhalogen compounds will be dis- 
cussed first, then the substituted nitrobenzenes, sulphonic acids, 
phenols, and so on. | 

The general rule holds that substituents simultaneously present 


exercise their normal functions, although the effect of a given | 
substituent is also often greatly modified by the presence of the ' 


other atoms or groups. 


I. POLYHALOGEN DERIVATIVES. 


The polyhalogen derivatives can be prepared by the direct 
-action of chlorine or bromine on the aromatic hydrocarbons in 
presence of a catalyst, the anhydrous ferric halides being specially 
suitable for this purpose. The mode of procedure is to introduce 
a small proportion of dry iron-powder into the liquid, and pass 
in chlorine or add bromine drop by drop. If a halogen atom is 
already attached to the nucleus, replacement takes place mainly 
at the para-position, but the ortho-compound and a small pro- 
portion of the meta-compound are simultaneously formed. 
m-Dichlorobenzene and m-dibromobenzene can be prepared by 
reduction of m-dinitrobenzene (331), and subsequent diazotiza- 
tion of the product. The para-dihalogen compounds are solid, 
the isomeric ortho-compounds and meta-compounds are liquid. 
When three halogen atoms enter the nucleus, the main product 
is the 1:2:4-trihalogenbenzene, 


X 
X 
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since the same product is obtained from each of the three 
dihalogenbenzenes. Prolonged chlorination of benzene sub- 
stitutes its six hydrogen atoms, with formation of JuLIN’s chloro- 
carbon, CeCle, colourless needles melting at 229°. It is very 
stable, soluble with difficulty in most solvents, and is often a 
product of the energetic chlorination of various benzene deriv- 
atives, the substituents already present being displaced by 
chlorine. 


IL HALOGEN-NITRO-COMPOUNDS. 


330. Nitration of a monohalogenbenzene yields only the ortho- 
compound and the para-compound, the second being formed in 
larger proportion. An example is furnished by the nitration of 
monochlorobenzene; at ordinary temperature the product con- 
sists of about 70 per cent. of p-chloronitrobenzene, and about 30 
per cent. of o-chloronitrobenzene, Cl- C6H4. NO2. m-Chloronitroben- 
zene is readily prepared by chlorination at elevated temperature 
of a mixture of nitrobenzene with 20 per cent. of its weight of 
antimony pentachloride. m-Halogen-nitrobenzenes can also be 
prepared from m-nitroaniline by the diazotization-method. 

Unlike the halogen in the monohalogenbenzenes, that in the 
p-halogen-nitrobenzenes and the o-halogen-nitrobenzenes is char- 
acterized by its power of taking part in double decompositions. 
When these substances are heated with an alcoholic solution of 
sodium methoxide, the halogen atom is replaced by OCH3; with 
alcoholic ammonia the halogen atom is exchanged for ЇН. А 
contrast is presented by the m-halogen-nitrobenzenes, their 
halogen being almost as difficult to replace as that in the unsub- 
stituted monohalogenbenzenes. 

The presence of several nitro-groups in the nucleus at the 
ortho-position and the para-position to halogen causes a marked 
increase in the adaptability for double decomposition. The 
Cl-atom in picryl chloride, 

Cl 
NOs ХО» 


9 


NO2 


is replaceable by a great variety of substituents. This substance 
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has the character of an acid chloride, being converted by hot 


water into hydrogen chloride and picric acid, CeH2(NOz2)30H, 


and by ammonia into picramide, Сен, (102)з 2:4: 6 


Ш. POLYNITRO-DERIVATIVES. 


331. m-Dinitrobenzene is obtained by the nitration of benzene 
with a mixture of concentrated sulphuric acid and fuming nitric 
acid. It forms colourless needles melting at 90°. On reduction, 
it yields m-phenylenediamine, and is therefore employed in the 
preparation of coal-tar dyes: it is also used in the manufacture 
of explosives, since it can be exploded by mercury fulminate. 
In addition to the m-compound, small quantities of o-dinitro- 
benzene and traces of p-dinitrobenzene are formed. Stronger 
nitration, effected by a mixture of nitric acid and fuming sulphuric 
acid heated to 140°, converts m-dinitrobenzene into symmetrical 
trinitrobenzene (1:3:5), which melts at 121°. 

Symmetrical trinitrotoluene, known as T.N.T., is manufactured 
by the nitration of toluene in successive stages. It is one of the 
most powerful explosives known, and was extensively employed 
іп the great European war of 1914-1918. 

The hydrogen atoms and nitro-groups in the polynitrobenzenes 
are much more readily replaced than those in mononitrobenzene. 
Thus, m-dinitrobenzene is converted by oxidation into 2:6- 
dinitrophenol, and 1:3:5-trinitrobenzene into 2:4:6-trinitro- 
phenol, or picric acid: 


NO, NO, NO, NO, 
OH; NOK E NOx XOR. 
NO, NO: NO, О 


By the action of sodium ethoxide and methoxide respectively 
one of the nitro-groups in o-dinitrobenzene and p-dinitrobenzene 
can be replaced by OC2H; and OCH}: 


GH, «NO: +NaOCH, = C,Hi< NO. 4- NaNO;. 


It is remarkable that this substitution does not take place with 
m-dinitrobenzene, although in 1:3:5-trinitrobenzene, with each 
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of its substituents in the meta-position to the other two, one of 
the nitro-groups can be readily replaced by OCH; (^^ Laboratory 
Manual,” X XXIII, 3). 

When boiled with sodium hydroxide, o-dinitrobenzene yields 
o-nitrophenol, and when heated with alcoholic ammonia, o-nitro- 
aniline: 

[NO,IFNSOH ‚он 
сн, 


NO: 2 NO2 


CoH, <[NOzI+HINH L oH, <NH24 HNO. 
NO; 2 NO, 


It has not been possible to introduce more than three nitro- 
groups into berizene by direct nitration, substitution even by the 
third nitro-group meeting with considerable opposition. The 
homologues of benzene are much more readily converted into their 
higher nitro-derivatives than benzene itself. 

Trinitrobutylzylene, containing a tertiary butyl-group, has a power- 
ful odour resembling that of musk. It is a perfume, and is called 
“artificial musk.”’ 


IV. SUBSTITUTED BENZENESULPHONIC ACIDS. 


332. Digestion of monochlorobenzene or monobromobenzene 
with concentrated, or better fuming, sulphuric acid yields exclu- 
‘sively p-chlorobenzenesulphonic acid or p-bromobenzenesul phonic 
acid. The properties of these substances approximate closely to 
those of the unsubstituted benzenesulphonic acid. 


On fusion with potassium hydroxide, each of the three bromoben- 
zenesulphonic acids is converted into resorcinol, CHa <SH1, one of 


the few instances of substitution at a position other than that occu- 
pied by the group replaced. Additional examples of the same 
phenomenon will be mentioned subsequently (333). 


Both nitration of benzenesulphonic acid and sulphonation of 
nitrobenzene yield chiefly m-nitrobenzenesulphonic acid, with 
simultaneous production of a small percentage of the isomeric 
ortho-compound and para-compound. 

When benzene and its homologues are heated at a high tem- 


t 
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perature with fuming sulphuric acid, disulphonic acids and tri- 
sulphonic acids are produced, but it has not been found possible 
to introduce more than three sulpho-groups. Addition of silver 
sulphate greatly facilitates the formation of benzenetrisul phonic 
acid. With respect to the production of disulphonic acids, 
benzene yields chiefly benzene-m-disulphonic acid, a substance 
partially converted into benzene-p-disulphonic acid by prolonged 
heating at a high temperature with sulphuric acid. Inversely, 
under the same conditions the para-compound is partially trans- 
formed into benzene-m-disulphonic acid. Benzene-o-disul phonic 
acid is not produced by direct sulphonation of benzene. 


V. SUBSTITUTED PHENOLS AND POLYHYDRIC PHENOLS. 


Halogenphenols. 


333. The direct action of chlorine or bromine on phenol 
yields o-cAlorophenol and p-chlorophenol, or o-bromophenol and 
p-bromophenol. These compounds are also formed by reduction 
of the halogen-nitrobenzenes, with subsequent diazotization of 
the products. In aqueous solution the halogenation is not limited 
to the entrance of one halogen atom, but yields higher products, an 
example being the precipitation of 2:4:6-tribromophenol by add- 
ing bromine-water at ordinary temperature to an aqueous solution 
of phenol (293). The ortho-compounds have a pungent, very 
penetrating odour. At ordinary temperature, the ortho-isomerides 
and meta-isomerides of the chlorophenols and bromophenols 
are liquid; the para-isomerides are solid (288). Fusion with 
potassium hydroxide replaces their halogen by hydroxyl, although 
the corresponding hydroxy-derivative is not always formed (332). 
The acidic character of the phenols is considerably strengthened 
by the introduction of halogen, exemplified by the power of 
trichlorophenol to decompose carbonates. 

Iodine can substitute hydrogen in phenol only in presence of 
an oxidizer, the hydrogen iodide being oxidized, and thus pre- 
vented from eliminating the iodine atom from the iodophenol. 


Nitrophenols. 


The increased aptitude for substitution displayed by the 
hydrogen atoms of the benzene-nucleus after introduction of a 
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hydroxyl-group is illustrated by the behaviour of the phenols 
towards nitric acid. To obtain nitrobenzene from benzene, it is 
necessary to employ concentrated nitric acid, whereas phenol is 
converted by dilute nitric acid at low temperatures into o-nitro- 
phenol and p-nitrophenol. The two isomerides can be separated by 
distillation with steam, with which only the ortho-compound is 
volatile. m-Nitrophenol can be prepared from m-nitroaniline by 
the diazo-reaction. o-Nitrophenol has a yellow colour, and a 
characteristic odour. m-Nitrophenol and p-nitrophenol are 
colourless, but resemble the ortho-compound in forming highly 
coloured phenoxides. Further particulars of the nitrophenols 
are given in 330 and 331. 

334. The most important nitrophenol derivative is picric acid, 
or 1:2:4:6-trinitrophenol, 


This substance has been known for a long time, and is produced by 
the action of concentrated nitric acid upon many substances, such 
as silk, leather, resins, aniline, indigo, etc. It is prepared by dis- 
solving phenol in concentrated sulphuric acid, and carefully adding 
small quantities of this solution to concentrated nitric acid of 1-4 
specific gravity. An energetic reaction ensues, after which the 
mixture is warmed for some time on a water-bath: on cooling, 
picric acid crystallizes out. It cannot be further nitrated: in other 
words, it is the final product of the action of nitric acid upon phenol. 
This fact explains its production by the action of nitric acid upon 
such heterogeneous substances. 

When pure, solid picric acid has only a very faint-yellow colour, 
but its aqueous solution is deep yellow. It is a strong acid, and, 
therefore, undergoes considerable ionization on solution in water: 
the yellow colour is characteristic of the anion, since the solution 
of this acid in light petroleum, in which there is no ionization, is 
colourless; the anion, however, also undergoes tautomerization 
(373). It is slightly soluble in cold water, and is not volatile 
with steam. It melts at 122°; and has an excessively bitter 
taste, which suggested its name (axpés, bitter). 
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A consideration of the following reactions shows that picric 
acid is comparable with the carboxylic acids. Phosphorus penta- 
chloride replaces the hydroxyl-group by chlorine, with formation 
of picryl chloride (330). Silver picrate and methyl iodide yield 
methyl picrate: it has the properties of an ester, being saponified by 
boiling with concentrated caustic alkalis, and yielding picramide 
on treatment with ammonia. These facts afford further evidence 
of the remarkable increase in the reactivity of the hydroxyl-group, 
due to the presence of the three nitro-groups. 
| Picric acid yields well-defined crystalline, explosive salts, of a 
yellow or red colour. The potassium salt dissolves with difficulty 
in water, and, like the ammonium salt, explodes by percussion, 
although the acid itself does not. Prolonged consumption of 
small quantities of potassium picrate imparts a yellow colour first 
to the conjunctiva of the eyes, and later to the entire skin. 

It yields molecular compounds with many aromatic hydrocar- 
bons; for example, with naphthalene a compound of the formula 
CioHs-CgH2(NO2)3-OH, melting at 149°. These derivatives 
crystallize well, and have definite melting-points. They are 
sometimes employed with advantage in the separation of hydro- 
carbons, or in their identification. Picric acid is eliminated from 
them by the action of ammonia. _ 

The acid can be detected by an aqueous solution of potassium 
cyanide, which yields a red coloration due to the formation of 
isopurpuric acid. 

Picric acid is employed as an explosive, which leaves no 
residue on explosion, and is called ''lyddite." It was formerly 
used as a dye, since it imparts a yellow colour to wool and silk. 


Phenolsulphonic Acids. 


o-Phenolsulphonic acid and p-phenolsulphonic acid are ob- 
tained by dissolving phenol in concentrated sulphuric acid. 
m-Phenolsulphonic acid is produced by fusing m-benzenedi- 
sulphonic acid with caustic potash. The o-acid is characterized 
by being easily converted into the p-compound. Phenol sulpho- 
nates more readily than benzene, its solution in sulphuric acid 
being transformed into the o-sulphonic acid and p-sulphonic acid 
even at ordinary temperatures. 
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Nitrosophenol. 


335. In certain respects nitrosophenol reacts as though it had 
the constitution CgH, e although its formation from quinone 


NOH 
and hydroxylamine points to the constitution бән, . It is 


prepared by the action of nitrous acid upon phenol, or of caustic 
potash upon nitrosodimethylaniline (299) : 


C6H4 n NO. СӨН, «o H20; 


on > N(CH3; * HIOH - HN(CH;), ON( OH. 


Like other oximes, nitrosophenol, or quinone mono-oxime, 
unites with bases. It is & colourless compound, crystallizing in 
needles which soon turn brown on exposure to air. On oxidation 
and reduction, it behaves as though it were nitrosophenol, yielding 
nitrophenol and aminophenol respectively. 


336. Phenol is much more readily attacked by oxidizing agents 
than benzene (293). The polyhydric phenols possess this property 
to an even greater extent, many of them behaving as powerful 
reducing agents when dissolved in alkalis. 


Dihydric Phenols. 


The o-compound, бвн,< 2 catechol (' pyrocatechol " or 


** pyrocatechin "), is a constituent of many resins, and can be 
prepared by fusing o-phenolsulphonic acid with caustic potash. 
Catechol is crystalline and readily soluble in water, aleohol, and 
ether. It melts at 104°. Its alkaline solution is first turned green 
by atmospheric oxidation, and then black. Its aqueous solution 
precipitates metallic silver from silver-nitrate solution at ordinary 
temperatures, and gives a green coloration with ferric chloride. 


The monomethyl ether, CH. OH 2 is called guaiacol; it is 
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present in the tar obtained by the dry distillation of beechwood. 
When heated with hydriodie acid, guaiacol yields catechol and 
methyl iodide. The dimethyl] ether of catechol is named veratrole, 
and is characterized by its agreeable odour. 

Resorcinol (“‘ resorcin ’’), or m-dihydroxy benzene, CgH,< OH 2 
can be obtained by fusing m-phenylenedisulphonic acid, 
СвН, < BOUE A with potassium hydroxide, the method for its man- 


ufacture. It yields a deep-violet coloration with ferric chloride: 
bromine-water converts it into 2:4:6-tribromoresorcinol. It is a 
colourless, crystalline substance melting at 118°, and is readily 
soluble in water, alcohol, and ether. It quickly turns brown, 
owing to the action of the air. A delicate test for resorcinol is 
mentioned in 348. 

Styphnic acid, снб)» on :6) is a type of a nitrated dihy- 
droxybenzene, and is obtained by the action of cold nitric acid upon 
resorcinol, as well as from certain gum-resins by the same means. 
The conversion of m-n#rophenol into styphnic acid by the agency of 
nitric acid involves the intermediate formation of a tetranitro-com- 
pound, in which one of the nitro-groups is so reactive as to be 
replaceable by hydroxyl on treatment with water, with formation of 
styphnic acid: 


OH OH OH 

_, NO NNO, _, NOs NNO 

NO, NO, OH: 
NO: NO; 


m-Nitrophenol 2: 8: 4: 6- Tetranitrophenol Styphnic acid 


Quinol (** hydroquinone "), or p-dihydroxybenzene, melts at 
170°. Its chief characteristic is the loss on oxidation of two 
hydrogen atoms with formation of quinone, CgH4023 (338), which 
is readily reconverted into quinol by reduction. The reducing 
effect of quinol is employed in photography for the development 
of negatives. With ammonia it gives a red-brown coloration, due 
to the formation of complex derivatives. Like its isomerides, it 
is readily soluble in water. 

The dihydroxybenzenes can be separated from one another 
by the action of lead acetate. With this reagent, catechol gives 


vy 
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a white precipitate, resorcinol does not yield a precipitate, and 
quinol gives a precipitate only in presence of ammonia. 


Trihydric Phenols. 
337. Pyrogallol (** pyrogallic acid"), 
OH 1 
C.H,ZOH 2, 
“он з 
is obtained by heating gallic acid (345), CO» being split off: 
CgsH;(OH)s: COOH = СвНз(ОН) з + СОг. 


Gallic acid Pyrogallol 


Pyrogallol forms crystals melting at 132°, and is readily soluble 
in water. It is a strong reducing agent in alkaline solution: for 
example, it rapidly absorbs the oxygen of the atmosphere, with 
formation of a brown coloration. For this reason it is employed 
in gas-analysis to remove oxygen from mixtures. It also finds 
application as a developer in photography, and as an agent for 
dyeing furs. 


Mention has been made of the influence exerted by boric acid on 
the conductivity of hydroxy-derivatives (157 and 231). The 
results obtained by BOESEKEN in his investigation of the effect of 
this acid on the polyhydric phenols possess a general significance. 
Of the three dihydroxybenzenes, catechol alone has its electric 
conductivity in aqueous solution greatly augmented by the addition 
of boric acid. With pyrogallol the effect is similar, but not with 
the other polyhydric phenols. A seminormal solution of boric acid 
was found to have a conductivity of 25*7 x10 5, that of a similar 
solution of catechol being 13*6 X10 *. A solution containing both 
Substances in seminormal concentration had the conductivity 
5552X107, the sum of the conductivity values for boric acid 
and catechol separately being only (25-7 +13-6) x107 ° =39°3 x107°. 

The conductivity of a seminormal solution of resorcinol was 
found to be 5*7 x10 5, and that of an equivalent solution of boric 
acid and resorcinol being 25°0x10~° instead of (25°7+5°7) x 
10-°=31-4x10~°. For catechol there is an enormous increase in 
conductivity, but for resorcinol a slight diminution. 

Both catechol and pyrogallol have two hydroxyl-groups in union 
with two directly linked carbon atoms, but this fact does not explain 
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the increase of conductivity, since glycol, CH,OH-CH,OH, lacks 
the characteristic. An explanation is furnished by assuming the 
hydroxyl-groups of these two phenols to be situated in the same 
plane as the carbon atoms (283), 80 as to make possible the formation 
of a ring-system of the type 


N 
or 08 


with a degree of dissociation much higher than boric acid alone. 
The influence exerted by boric acid on the conductivity of poly- 
hydric alcohols in aqueous solution obviously affords an aid in the 
determination of the configuration of these substances. Applied 
to glycol, this method indicates the two hydroxyl-groups not to be 

HO-CH: 
in corresponding positions, but as in the configuration : 
H,C -OH 
The conductivity of boric acid is raise) by glycerol, erythritol, 
mannitol, dulcitol, and sorbitol, indicating the presence in each of 
these substances of at least two hydroxyl-groups in corresponding 

" positions. 

BOESEKEN has discovered a very important relationship between 
the influence of boric acid on the conductivity of a-dextrose and 
B-dextrose and the phenomenon of mutarotation (208). This 
property of mutarotation is explained by assuming the partial con- 
version of the two forms a and f (217) into one another until equi- 
librium is attained. Investigation of the stereochemical constitu- 
tions of a-dextrose and £-dextrose (212) indicates the two possible 


configurations to be 
P H 
Chro vL Ne 
OH | H OH 
ol CHOH H 
CH20H CH20H 


II. 


the pentagon in each formula representing the plane of the ring of 
four carbon atoms and one oxygen atom contained in dextrose. 
Prior to BÓóESEKEN'8 work there was no evidence available as to which 
formula represents the a-modification, and which the -modification. 
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In formula I. there are two hydroxyl-groups on the same side of the 
plane of the ring, but not in formula II. -A substance with the 
first formula should show a greater increase in conductivity on 
addition of boric acid than one with the second formula. As a 
result of the approach to equilibrium between I. and II., the increased 
conductivity of I. must diminish slowly, the change being accom- 
panied by a gradual rise in the conductivity of II. This phenomenon 
is analogous to the diminution with lapse of time of the optical 
rotation produced by one modification and the corresponding rise 
in rotatory power of the other isomeride. 

Experiment has proved boric acid --a-dextrose to have diminish- 
ing conductivity, and has demonstrated an increasing conductivity 
for boric acid + -dextrose. Formula I. is accordingly assigned to 
a-dextrose, and formula II. to £-dextrose. a 

1 


Phloroglucinol (symmetrical tribydroxybenzene), сон : ; 


is formed by fusing various resins with potassium hydroxide. It is 
crystalline, and gives a deep-violet coloration with ferric chloride. 
A remarkable synthesis of phloroglucinol from diethyl sodio- 
malonate was. discovered by von BAEYER. 


The mechanism of the reaction involves the preliminary forma- 
tion of sodium ethoxide under the influence of heat, followed by the 
combination of this substance with part of the diethyl malonate to 
form ethyl acetate and ethyl carbonate: 


CH;(COOG4H); -C;H40H 2 CH; : COOCH; 4- CO, (C;H,4)s. 
Ethy! acetate Ethyl carbonate 
The ethyl acetate condenses with diethyl malonate to form the 
diethyl ester of unsymmetrical a-etonedicarborylic acid: 


(COOC;H),CH.+C,H,O0C-CH, 
= (СООС,Н,):СН ? CO * CH; +C,H,OH. 


Diethyl acetonedicarboxylate 


This product then condenses with another molecule of diethyl 
malonate, with production of diethyl phloroglucinoldicarbozylate: 


(COOCH co ^d (CO0C.H,0—CO—CH, | 


CO: CH, CO 


Diethyl phloroglucinol- 
dicarboxylate 


CO OC.H,CH, CO 
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On fusing this substance with potassium hydroxide, the ethyl-car- 
boxyl-groups (—COOC;H,;) are replaced by hydrogen, with forma- 
tion of phloroglucinol. | 

Phloroglucinol should therefore have constitution I. 


CO H 
ÁN 
HC UH ног “он 
ос бо нў /н 
Сн, a 
I. II. 


In other words, it is cyclohexane in which three of the methyl- 
ene-groups, CH;, have been replaced by carbonyl, CO; it must, 
therefore, be called triketocyclohexane. It has been proved that 
phloroglucinol does behave as though it had this constitution: thus, 
w:th three molecules of hydroxylamine it yields a trioxime. On the 
other hand, phloroglucinol has the character of a phenol: for example, 
it yields a triacetate with acetyl chloride. It exists, therefore, in 
two tautomeric forms—as a pexemetyiete derivative, I., and as 
trihydroxybenzene, II. 

This is a remarkable example of the alteration of the positions of 
the atoms (the hydrogen of the OH-groups) in the molecule, result- 
ing in the conversion of a benzene derivative into a derivative of 
hexamethylene. 

This view explains the interaction of phloroglucinol, and other 
polyhydric phenols, and a mixture of caustic potash and an alkyl 
iodide to form derivatives with alkyl-groups attached to carbon and 
not to oxygen; for the hydrogen in the methylene-groups of the 
tautomeric form must be replaceable by metals (200). 


The problem of assigning the enolic or ketonic formula to free 
phloroglucinol has been solved by the aid of & method which has 
rendered valuable service in many other examples of analogous 
nature. The process was discovered by HARTLEY, and involves 
the study of the absorption-spectra in the ultraviolet region of 
the spectrum. 

An electric arc between iron electrodes is arranged, ‘the light 
from this source being very rich in bands in the ultraviolet region. 
After resolution by means of a quartz prism, the beam is passed 
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through an aqueous or alcoholic solution of known strength of the 
substance under examination. The resulting absorption-band 
or absorption-bands can be photographed. They are caused by the 
presence of the dissolved substance, because they are not produced 
by water or alcohol alone. By this method the absorption-bands 
for a number of solutions of increasing dilution, or better for 
a number of liquid layers of diminishing thickness, are reproduced, 


Ш 


П 





$ i5 $ н 
Fic. 83 —HanTLEY'Ss ABSORPTION- Fic. 84.—ABSORPTION-CURVES OF p-NI- 


CURVE. TROPHENOL, p-NITROANISOLE, AND 
SoDIUM p-NITROPHENOLATE. 


and the process is continued until the absorption-bands vanish 

owing to the dilution being too great, or the thickness of the layer 

too small. ў 
The photographs thus obtained are then placed so as to 


bring the wave-lengths \ or the oscillation-frequencies X (the 


abscisse) together. On drawing a line through the edges of the 
various absorption-bands, a curve like that depicted in Fig. 83 
is produced. To reduce the length of the figure, it is constructed 
by employing the logarithms of the layer-thicknesses as ordinates 
instead of these thicknesses themselves. The figure indicates 
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the substance under examination to have two absorption-bands, 
at ABC and DEF. The second band is much more persistent 
than the first, and therefore does not vanish until the layer has 
become correspondingly thinner. 

From numerous measurements by this method, HARTLEY 
established the general rule that aliphatic compounds do not 
give absorption-bands, whereas aromatic compounds do; and 
that the absorption-bands produced by aromatic tautomerides 
sometimes exhibit marked differences in position and persistence. 
The method affords an excellent aid in the. detection of obscure 
examples of isomerism indistinguishable by pure chemical tests. 

Application of HARTLEY’3 method to phloroglucinol shows 
that it and its trimethyl ether give nearly the same absorption- 
band. Since the ether is converted into phloroglucinol by heating 
with hydrochloric acid, its methyl-groups must be in union with 
oxygen. The absorption-band also occupies almost the same posi- 
tion as that of pyrogallol, a substance which does not display 
tautomerism. On the analogy of cyclohexadione, the tautomeric 
form of phloroglucinol or cyclohexatrione should not give an 
absorption-band.. It is therefore reasonable to assign the enolic 
formula to free phloroglucinol. 

This method also furnishes valuable evidence of a difference 
in constitution between free nitrophenol and its deeply coloured 
salts. Fig. 84 represents the absorption-curve of a neutral 
solution of p-nitrophenol (I.), that of a solution of the methyl 
ether p-nitroanisole (II.), and that of a solution of sodium p-nitro- 
phenolate (III.). Curves I. and II. almost coincide, and the 
difference in character of curve III. is explained by assuming a 
quinonoid structure (373) for the nitrophenolate: 


HO( NOs; | O—(  »—NO.ONa. 


Free p-nitrophenol Sodium p-nitrophenolate 


Higher Phenols. 


The chief of the higher phenols is hexahydrozybenzene, C (OH). 
Its potassium derivative, potassium carbonyl, C(OK),, is formed 
in the preparation of potassium, and acquires an explosive char- 
acter on exposure to the air (‘Inorganic Chemistry,” 227). It 
can be obtained by heating potassium in a current of carbon mon- 
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oxide, a direct synthesis of a derivative of benzene. Distillation 
with zinc-dust converts hexahydroxybenzene into benzene. It isa 
white, crystalline substance, and undergoes oxidation very readily. 


Quinones. 

338. The quinones are substances derived by the elimination 
of two hydroxyl-hydrogen atoms from aromatic dihydroxy-deriva- 
tives: 

CgSH4(OH); — 2H = СеН О». 
Dihydroxybensene Quinone 

The simplest quinone is benzoquinone, CSH40s: it is also called 

quinone. It is obtained by the oxidation of many p-derivatives of 


benzene, such as p-aminophenol CgH,< au ү sulphanilic acid, 


СвН, < E 7 and p-phenolsulphonic acid, CgH,< SO. H г апа 


also by the oxidation of aniline with chromic acid—the ordinary 
method of preparation. It is also formed in the oxidation of quinol 
(336), though the latter is usually prepared by the reduction of 
quinone. Oxidation of quinol by ferric chloride yields quin- 
hydrone, & compound in equimolecular proportions of quinone 
and quinol, crystallizing in beautiful, intensely coloured, long 
needles. 


o-Dihydroxybenzene or catechol can also be converted by the 
action of silver oxide into an unstable quinone. m-Dihydroxyben- 
zene or resorcinol does not yield a quinone. 

A great number of para-quinones are known. Like benzo- 
quinone, they can be prepared by oxidizing the corresponding 
paru-compounds. 

The quinones are yellow, and have a peculiar, pungent odour. 
They volatilize with steam with partial decomposition, and have 
oxidizing properties. The constitution of benzoquinone is best 
expressed by 

CO 
no `o 
нб СН 


М 
CO 
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Such a formula requires that benzoquinone should be a diketone, 
and contain two double bonds: its properties show that it fulfils 
both conditions. Its ketonic character is inferred from its yielding 
with hydroxylamine first a quinone mono-oxime (335), and then a 
quinone-diozime: 


C—NOH x 
| “i om ot 
an . 
нб н “нї бн 
NZ NZ 
CO C—NOH 


The presence of double linkings is proved by its power of forming 
addition-products: benzoquinone in chloroform solution can take 
up four atoms of bromine. According to this constitution, benzo- 
quinone is not a true benzene derivative, but the diketone of a 
p-dihydrobenzene : 


ні ln | 


NZ 
CH3 
This formula is supported by the oxidation of benzoquinone 


to maleic acid, effected by an alkali-metal persulphate in presence 
of silver sulphate and sulphuric acid: 


CO 





7 A" 

HG Сн HC 

| | | +зо- | xx 
HC CH HC 


M Sai 


VI. SUBSTITUTION-PRODUCTS OF ANILINE. 


339. Aniline is attacked very energetically by chlorine and 
bromine. The direct introduction of these halogens must be 
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effected by their slow addition to a solution of acetoanilide in 
glacial acetic acid, the main products being the para-compounds. 
The ortho-halogenanilines and the meta-halogenanilines are pre- 
pared by reduction of the corresponding halogen-nitrobenzenes. 
The production of 2:4:6-tribromoaniline .is described ip 296. 
The basic character of aniline is weakened by the introduction 
of halogens. 


Nitroanilines. ' 

Nitroanilines, or compounds containing nitro-groups and an 
amino-group, can be obtained by the partial reduction of dinitro- 
compounds by means of ammonium sulphide. Another method 
for their production consists in the nitration of anilines, though 
if nitric acid is allowed to act directly on this base the resulting 
products are mostly those of oxidation. If nitration is to be car- 
ried out, the amino-group must be “ protected ” against the action 
of this acid, either by first converting the aniline into acetoanilide, 
or by causing the nitric acid to react in presence of a large quan- 
tity of sulphuric acid. When the acetyl-compound is emploved, 
p-nitroaniline is the chief product: with sulphuric acid, m-nitro- 
aniline and p-nitroaniline are formed in almost equal ratio, and a 
very small proportion of o-nitroaniline. The formation of nitro- 
anilines from chloronitrobenzenes and bromonitrobenzenes is men- 
tioned in 330. 

The nitroanilines can also be prepared from the corresponding 
chloronitrobenzenes and bromonitrobenzenes (330). There is a 
marked weakening of the basic character in these substances, 
most pronounced in the orího-derivatives, and least in the meta- 
compounds. 


On dissolving o-nitroaniline in concentrated sulphuric acid, and 
pouring the solution into a large excess of water, the yellow o-nitro- 
aniline is precipitated owing to almost complete hydrolysis of the 
salt. With. p-nitroaniline there is no precipitation, but the solution 
develops a yellow colour, the hydrolysis being very much less. 
Similar treatment of m-nitroaniline yields a colourless solution, since 
the salt is not hydrolyzed. 


o-Nitroaniline; m-nitroaniline, and p-nitroaniline, CSH, « NH. 


are yellow, crystalline compounds, almost insoluble in cold water, 
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but readily soluble in alcohol. Their melting-points are respec- 
tively 71°, 114°, and 147°. 

The amino-groups in o-nitroaniline and p-nitroaniline, but not 
that in m-nitroaniline, are exchanged for hydroxyl by heating with 
a solution of potassium hydroxide, the corresponding potassium 
nitrophenoxide being formed. The amino-group in picramide or 
2:4: 6-trinitroaniline, аи :NHs, is very readily replaced 
by hydroxyl. 


p-Aminobenzenesulphonic Acid or Sulphanilic Acid. 


Sulphanilic acid is obtained by heating aniline with fum- 
Ing sulphuric acid; or by heating p-chlorobenzenesulphonie acid 
at 200° with ammonia, in presence of copper as a catalyst. Like 
its isomerides, it dissolves with difficulty in cold water. The 
basic properties of aniline are greatly weakened by the intro- 
duction of the sulpho-group into the ring, for sulphanilic acid 
cannot yield salts with acids, whereas the sulpho-group reacts 
with bases, oo salts. The formula of sulphanilie acid is 


probably C&H, ex Ha>? that is, it is an inner salt. On fusion 


with potassium Co it does not yield aminophenol, in ac- 
cordance with precedent, but aniline. Oxidation with chromic 
acid converts it into quinone. On pouring a mixture of sodium 
sulphanilate and sodium nitrite in aqueous solution into dilute 
sulphuric acid, an innen salt of benzenediazoniumsulphonic acid is 
precipitated, being nearly insoluble in water: 


CoH, «So. LH = H,0+CeH, <g> 


This compound is of great importance in the preparation of azo- 
dyes, such as helianthine (341). 


Aminophenols. 


Aminophenols are formed by the reduction of nitrophenols. 
'The acidic character in these compounds is 80 weakened that they 
do not combine with bases: on the other hand, they yield salts with 
acids. In the free state the aminophenols are colourless solids, 
crystallizing in leaflets, and readily turned brown by atmcspheric 
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oxidation with formation of a resin. Their hydrochlorides are 
more stable. 

o-Aminophenol yields compounds by the substitution of acid- 
residues in the amino-group, which at once lose water, forming 
anhydro-bases: 


a -Qg -Q Фе 


Ethenyismincpbenct, 
Anhydro-base 


On treatment with acids, aminophenol and acetic acid are regen- 


erated. 
p-Aminophenol is obtained by the electro-reduction of nitro- 
benzene in acid solution (303). 


The alkaline solution of p-aminophenol rapidly acquires a dark 
colour, unless sodium sulphite is present. The trade-name of this 
solution is "rodinal." It finds application as a photographic 
developer. 

Lumière has discovered certain general conditions which aro- 
matic compounds must fulfil to be available as photographic devel- 
opers. They must either contain some hydroxyl-groups or amino- 
groups, or at least one of each class. In order that the developing 
action may not be interfered with when substituents are present in 
the amino-group and in the hydroxyl-group, not less than two such 
unsubstituted groups must be present in the molecule. 

A derivative of p-aminophenol used in medicine is “ phenacetin ” 


ог acetylphenetidine, C,H, «A ano the acetamino-derivative of 


phenetole, CH; OCH. 

When aniline hydroarsenate, C,H, - NH:,H,AsQ,, is heated, a mole- 
cule of water is eliminated, with formation of p-aminophenylarsinic 
acid, NH,-C.Hi- AsO(OH):. The presence of a free amino-group 
is proved by the possibility of diazotising the compound; iodine 
converts it into p-iodoaniline, with elimination of the arsinic-acid 
residue. The formation of p-aminophenylarsinic acid is analogous 
to that of sulphanilic acid by heating aniline hydrogen sulphate: 


CH, s NH;,H;SO, == Н.О = NH: S С.Н, > SO,H. 
Aniline in Sulphanilic acid 
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Sodium p-aminophenylarsinate or “ atoxyl,” and sodium p-acetyl- 
aminophenylarsinate or " arsacetin," 


CH.-CO-NH-CH,-AsO «OH. , 


are valuable remedies for the treatment of trypanosomiasis or sleeping 
sickness. 


When phenol is heated with arsenic acid, it yields the analogous 
p-hydrozyphenylarsinic acid, HO- CgH4- AsO(OH)s, converted by 
careful nitration into 3-nitro-4- hydrozyphenylarsinic acid, 


HOC As0(OH):. 
O-N 


Reduction transforms this product into the corresponding 
diaminodihydroxyarsenobenzene, 


HOC DAA УОН. 


H3N МН, 


The dihydrochloride of this substance is the “ salvarsan ” 
discovered by EsRLicH and Harta, and has been employed with 
good results in the treatment of diseases of protozoal origin. It 
s a crystalline powder, readily soluble in hot water, but the 
‘olution decomposes rapidly. 

Polyamino-compounds are obtained by the reduction of poly- 


nitro-derivatives. m-Phenylenediamine, CoH, «AH 1, is formed 


from benzene by nitration and subsequent reduction. | 

p-Phenylenediamine can be prepared by the reduction of amino- 
azobenzene (309) with tin and hydrochloric acid, aniline being also 
formed: 


1 4 1 4 
CeHs* N:;N- CgH4- NHa = CeHs: NH2+ HN -C6H4 NH3. 
++ 
2Н2Н 


Triaminobenzenes are prepared similarly (341). 
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When heated with aqueous ammonia at 180?—200*, in presence 
of cupric sulphate as a catalyst, p-dichlorobenzene and p-chloro- 
aniline are converted into the corresponding diamine. 

Most of the polyaminobenzenes are crystalline solids, and 
distil without decomposition. They dissolve readily in warm 
water. 

The three diaminobenzenes are distinguished by the following 
series of reactions. The o-diamines react readily with 1:2-dike- 
tones, yielding quinozalines: 


N He 9 C—R N—C—R 
О-О 

М|Н» О|С—КЕ/ N—C—R' 
m-Phenylenediamine in aqueous solution gives an intense brown 
coloration with nitrous acid, even when the acid solution is very 
dilute (341). p-Phenylenediamine is converted by oxidation into 

benzoquinone. 

Like the polyhydric phenols, the polyamino-compounds are 


very readily oxidized. They are colourless, but many of them are 
turned brown by oxidation in the air. 





Quinonedi-imide, HN:C4H,:NH, a compound derived from 
p-phenylenediamine, has the same relationship to this amine as 
benzoquinone to quinol. Aniline-black is a complex derivative of 
this substance, and is formed by the oxidation of aniline. It is a 
condensation-product of eight molecules of aniline, and is con- 
sidered to have the constitutional formula 


CIH,- N:C4EN*:C4H,: NH: CH,- NH: CH, N:C4H,:N: CH4. 
N:C4H,:NH, 


indicating union of the eight aniline-residues by nitrogen and not 
by carbon. One of the arguments in favour of this formula is the 
almost quantitative conversion of aniline-black by further oxidation 
into benzoquinone, also a proof that each of the eight aniline-residues 
is linked at the para-position. 


Azo-dyes. 


340. The azo-derivatives of the polyamino-compounds are 
known as azo-dyes. They are of great technical importance, being 
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extensively employed in dyeing wool, silk and cotton. "They are 
azobenzenes in which hydrogen atoms have been replaced by 
amino-groups. They are not the only dyes: derivatives of azo- 
benzene with hydrogen replaced by hydroxyl or by the sulpho- 
group can likewise be employed in dyeing. Some of these com- 
pounds will also be described. 

It is necessary first to state certain facts regarding dyes in 
general. It has been proved by experiment that not every colour- 
ing-matter can dye the substances named above; that is, colour 
them so that the dye cannot subsequently be removed by rubbing, 
or washing with water or soap. It is necessary, therefore, to draw 
a distinction between coloured substances, or chromogens, and 
dyes: for example, azobenzene has a deep yellowish-red colour, 
but it is not adye. Theintroduction of an amino-group, however, 
converts it into a dye, aminoazobenzene. Wirt has propounde | 
the theory that the colouring-power of a compound depends upon 
two factors. The first of these is the presence of certain groups, 
which he calls chromophore-groups, among them being the azo- 
group, —N=N—, the nitro-group, the nitroso-group, the double 
carbon linking —C=C—, the carbon ring present in benzo- 


quinone or quinonoid-growp -— =, and other groups. 


Substances containing & chromophore-group, along with an 
auxochromeic-group, such as NH», OH, SOH, or in general any 
group which imparts to them an acidic or basic character, are 
dyes: an example is aminoazobenzene. Another example is 
nitrobenzene, which has a pale-yellow colour, and contains the 
chromophore nitro-group, but is a chromogen, not a dye: on the 
other hand, p-nitroaniline and p-nitrophenol are dyes. 

Bay has shown that many colourless compounds, especially 
those with double carbon linkings, are characterized by absorption- 
bands in the ultraviolet spectrum. The introduction of auxo- 
chromefc groups into such substances displaces these bands to 
the visible part of the spectrum; in other words, transforms 
these compounds into dyes. 


It is often sufficient to immerse the silk, wool, or cotton to be. 
dyed in a solution of the dye. Although primarily dissolved, the 
dye cannot be removed by washing the fabric after dyeing. The 
dye must, therefore, have undergone a change. Several theories 
to explain this phenomenon have been suggested. In some instances 
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the dye forms a solid solution ('' Inorganic Chemistry," 260) with 
the fibre, becoming distributed between the water or other solvent 
and the material as between two immiscible substances, an equilib- 
rium being attained. 

In other types of dyeing adsorption comes into play. 

The fabric does not always take up the dye when immersed in 
its solution. It has been repeatedly observed that dyes which 
become directly fixed on animal fabrics, such as silk and wool, do not 
dye vegetable fabrics, like cotton, unless the material to be dyed has 
undergone a special process, called ‘‘mordanting”’: that is, a sub- 
stance must be deposited in the fabric to “fix” the dye, since it will 
not unite with the fibres themselves. Such substances are called 
*mordants": they are usually salts of weak bases or acids. Such 
are aluminium acetate; ferric salts; compounds of tin, such as 
“pink salt" SnCl,,2NH,Cl. The woven material is thoroughly 
soaked in a solution of one of these salts, and then spread out and 
exposed to the action of steam at a suitable temperature. The salt 
undergoes hydrolytic dissociation, and the base or acid, for example 
aluminium hydroxide or stannic acid, is deposited in a fine state of 
division in the fabric. The dye unites with this base or acid, forming 
an insoluble, coloured compound which is not removed by washing. 

Direct dyes are those capable of colouring the fabric without 
previous mordanting. 


341. Azo-dyes are obtained by treating diazonium chlorides 
with aromatic amines or with phenols: 


CoHe-No[CI+H]€ P N(CHa) 77 CoHa- N:N-CoHa-N(CHs) НО), 


Diasonium chloride Dimethylaniline Dimethylaminoazobensene 


CoH,-N2(Cl+H OH = CeHs- N:N - CgH4- OH 4- HCl. 


Hydroxyasobensene 


Basic and acidic dyes respectively are produced. It is mentioned 
in 309 that the combination of & diazonium chloride and an aro- 
Matic amine sometimes yields the diazoamino-compound as an 
intermediate product, which can be converted into the aminoazo- 
derivative by warming with the amine hydrochloride. In this 
formation of aminoazo-compounds and hydroxyazo-compounds, 
the para-H-atom always reacts with the diazonium chloride: when 
this atom is replaced by a substituent, the formation of dye either 
does not take place, or is very incomplete. 
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In preparing hydroxyazo-dyes, the solution of the diazonium 
chloride is cooled with ice, and is slowly added to the alkaline solu- 
tion of the phenol or its sulphonic acid. The reaction-mixture is 
kept slightly alkaline, since otherwise the hydrochloric acid liberated 
would hinder the formation of the dye. After the solutions have 
been mixed, the dye is “salted out ” by the addition of common 
salt, which precipitates it in flocculent masses. It is freed from 
water by means of filter-presses, and packed either as a powder or a 
paste. 

Aminoazo-dyes are prepared by mixing the aqueous solution of 
the diazonium chloride with that of the aromatic amine salt, the 
colouring-matter being subsequently salted out. It is sometimes 
necessary to employ an alcoholic solution. 

The simplest azo-dyes are yellow. The introduction of alkyl- 
groups or phenyl-groups, and, in general, increase of molecular 
weight, change their colour through orange and red to violet and blue. 
They are crystalline, and most of them are insoluble in water and 
soluble in alcohol. Instead of the azo-dyes themselves, it is often 
better to employ their sulphonic acids, obtainable from them by the 
usual method—treatment with concentrated sulphuric acid. 


Aniline-yellow is a salt of aminoazobenzene: it is seldom used 
now, its place having been taken by other yellow dyes. 

Chrysoidine or diaminoazobenzene, CgH3;-N:N-CgH3 “НЕ | 
obtained from benzenediazonium chloride and m-phenylenedia- 
mine. It yields a hydrochloride, crystallizing in needles of a 
reddish colour and fairly soluble in water: this salt dyes wool 
and silk directly, and cotton which has been mordanted. 

Bismarck-brown or vesuvine is formed by addition of nitrous 
acid to an aqueous solution of m-phenylenediamine. It is a 
mixture of various dyes, among them triaminoazobenzene, manu- 
factured by diazotizing one of the NHzg-groups in m-phenylene- 
diamine, und treating the product thus obtained with a second 
molecule of this base: 


< Ума+и GrH ot ee на+( ух: E 


HoN HoN 


а 


Bismarck-brown consists mainly of more complex derivatives, 








+ 
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formed by diazotization of both the amino-groups of m-pheny!]- 
enediamine and union of the products with two molecules of this 
base. 

Even a very dilute solution of nitrous acid gives a brown colora- 
tion with m-phenylenediamine, due to the formation of Bismarck- 
brown or related substances. This reaction furnishes a very delicate 
test for nitrous acid, and is employed in water-analysis. 


Helianthine, or dimethylaminoazobenzenesulphonic acid, is pre- 
pared by the interaction of p-sulphobenzenediazonium chloride 
and dimethylaniline hydrochloride in aqueous solution: 


HOS: C6H4. No C6H4. N (CH3); = 
= HCl + HO38-CgHa:- = :N* CgH* N(CH3) 2- 


lianthine 
It is not often used as a dye, but its sodium salt, which has a 
yellow colour, and is turned red by acids, is employed as an 
indicator in volumetric analysis under the name methyl-orange. 
Resorcin- yellow or dihydroxyazobenzenesulphonic acid, 


HO38- C H4- N:N-CSHa «OH, 


is obtained from resorcinol (336) and p-sulphobenzenediazonium 
chloride. | 

The azo-dyes are converted into amino-compounds bv energetic 
reduction with tin and hydrochloric acid. Thus, aminoazobenzene 
yields aniline and p-phenylenediamine: e 


CoH. N=N - C6H4. NH2 — CeH;-NH24-CeHy «Au : 


This decomposition on reduction affords a means of determining 
the constitution of these dyes, and indicates the methods by which 
they are obtained. For example, if reduction of a dye with 
tin and hydrochloric acid yields a mixture of equimolecular 
amounts of diaminobenzene and triaminobenzene, it follows that 


the constitution of this compound is 
` r 


NH2- CHa —N: N—CsH; <N? 
2°V64447 + i 6443 МН» 
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This decomposition also indicates that the dye can be obtained by 
diazetizing a molecule of diaminobenzene, and treating the product 
with a second molecule of diaminobenzene, in accordance with the 
equation on the previous page. 


VII. SUBSTITUTED BENZOIC ACIDS; POLYBASIC ACIDS AND THEIR 
DERIVATIVES. 


Halogenbenzoic Acids. 


342. Direct chlorination, with ferric chloride as catalyst, con- 
verts benzoic acid into a complex mixture of acids. The only 
monochloro-constituent of the product is m-chlorobenzoic acid, it 
being associated with polychloro-acids very difficult to separate. 
m-Chlorobenzoic acid. can also be obtained from the corresponding 
amino-derivative by the diazotization-method, a reaction well 
adapted to the preparation of the halogenbenzoic acids. The 
interaction of phosphorus pentachloride with the hydroxybenzoic 
acids proceeds less smoothly. p-Chlorobenzoic acid and p-bromo- 
benzoic acid are usually prepared by oxidation of the corre- 
sponding halogentoluenes. 

As would be expected, the acidic character of benzoic acid is 
strengthened by the introduction of halogen. The dissociation- 
constant 10*k of the halogenbenzoic acids is greater than that of 
benzoic acid itself. For benzoic acid 10*k is 0-6; for o-chloroben- 
zoic acid 13-2; for m-chlorobenzoic acid 1-55; for p-chlorobenzoic 
acid 0-93. These values prove that the chlorine atom in the ortho- 
position exercises the greatest influence and that in the para- 
position the least, while for the m-compound 10*k is intermediate 
in value. 

Nitrobenzolc Acids. 

m-Nitrobenzoic acid is the principal product obtained by 
nitrating benzoic acid; about 20 per cent. of o-nttrobenzoic acid 
and a very small proportion of p-nitrobenzotc acid are simul- 
taneously formed. The ortho-compound is best obtained by the 
oxidation of o-nitrotoluene, and is characterized by an intensely 
sweet taste. 


The introduction of the nitro-group causes a large increase in 
the value of the dissociation-constant 10*k, which for bensoic 
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acid itself is 0-6, for o-nitrobenzoic acid 61-6, for the m-acid 3-45, 
and for the p-acid 3-96. The melting-points of these acids are 
respectively 148°, 141°, and 241.° 
Sulphobenzoic Acids. 
' 343. 0-Benzoic sulphinide, 
| CeH, <802 N Н, 


the imino-derivative of o-sulphobenzoic acid, is known as '' sac- 
charin.” It is about five hundred times as sweet as sugar, and on 
this account is sometimes employed as a substitute for it. It 
has no dietetic value, being eliminated unchanged from the body. 
Direct sulphonation of benzoic acid yields m-sulphobenzoic acid 
almost exclusively, so that saccharin cannot be prepared by this 
means. It is obtained from toluene, which, on treatment with 
chlorosulphonie acid, SO2(OH)CI, yields a mixture of p-toluene- 
sulphonyl chloride and o-toluenesulphonyl chloride, the former being 
the chief product. The o-chloride is converted into its sulphon- 
amide, the methy]l-group of which is then transformed into carboxyl 
by oxidation with potassium permanganate. On heating, this 
oxidation-product loses one molecule of water very readily, form- 
ing saccharin: 


СьН,:СН, > CH, on 1— C.H, «$0: NH; , 


Toluene o-Toluenesulphonyl chloride — o-Sulphonamide 
Сен, <805 92, сан, <802> мн. 


СООН 
e-Sulphonamide of . Saccharin 
bensolc acid 


"Saecharin" is a white, crystalline powder, soluble with difficulty 
in cold water, and readily soluble in alcohol and ether. It takes 
up one molecule of water, yielding the sulphonamide of o-sul- 
phobenzoic acid, which does not possess a sweet taste. ` 


Remsen found that the “saccharin” of commerce is a mixture of o- 
benzoic sulphinide; p-sulphaminobenzote acid, COOH С.Н, :SO,NH;; 
and potassium hydrogen  o-sulphobenzoate, COOH-CXH,*SO,OK, 
containing less than 50 per cent. of the sulphinide. The melting- 
point of the pure sulphinide is 220°. 
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Monohydroxy-acids. 


344. The most important of the monohydroxy-acids is 
" ; е : Q 
o-hydroxybenzoic acid, or salicylic асай, СӨН, ён z It 
derives its name from salicin, a glucoside in the bark and leaves of 
the willow (saliz). On hydrolysis, this substance yields saligenin 
and dextrose: 


Cı3H 1807 +H,0 = СтНзОз +СвНі 208. 
aligenin Dextrose 
Saligenin is the alcohol corresponding to salicylic acid, into which 
it is converted by oxidation: 


ОН. OH | 
СН, <сн,он 7° Не < соон: 
Saligenin Salicylic acid 
Salicylic acid is present as methyl ester in oil of wintergreen 
(Gaultheria procumbens), from which the acid is sometimes obtained 


for pharmaceutical use. A good yield of the acid is obtained by 
fusing o-cresol with caustic alkali and lead peroxide as an oxidizer: 


Н; OOH 
%Н, =» Сен. К 
H Н . 


Salicylic acid is manufactured by a process discovered by 
Kose and improved by ScuMIpT, In which sodium phenoxide is 
heated with carbon dioxide in an autoclave at 130°. 


At the ordinary temperature at a pressure of about 14 atmos- 
pheres, sodium phenoxide and carbon dioxide react to form sodium 
phenylcarbonate: | 


C4H;:O* Na +СО, = С&Нь.О.СОО!Ча. 


This compound is to be regarded as an intermediate product in the 
synthesis of salicyclic acid. Its conversion into this substance is 
represented by the scheme 


. с Н 
on on’ 


A ы 
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Salicylic acid is a white, crystalline powder, which dissolves 
with difficulty in cold water, and melts at 159°. When carefully 
heated, it sublimes, but on rapid heating decomposes into phenol 
and carbon dioxide. With bromine-water it yields a precipitate 
of the formula CgH2Br3-OBr. It gives a violet coloration with 
ferric chloride, both in aqueous and in alcoholic solution, whereas 
phenol dissolved in alcohol does not. When boiled with calcium 
chloride and ammonia, a solution of salicylic acid precipitates basic 
calcium salicylate, CoH 90%. this reaction affords a means of 
separating salicylic acid from its isomerides, which do not give 
this reaction. 

Salicylic acid is a powerful antiseptic, and is employed as a 
preservative for foods and such beverages as beer. It is not, how- 
ever, completely innocuous. Sodium salicylate and the acetyl- 

0-CO-CH3 
derivative, “aspirin,” CgH, , are employed in 
medicine. OOH 

When the acid is heated to 220°, it loses carbon dioxide and 
water, with formation of phenyl salicylate: 


| OH [OH] OH 
Сен, < СОО [А] OH зң = CO, --H30 -FCSH, « COOCH; 


This compound is employed as an antiseptic under the name 
‘‘salol.”” By heating to 300°, its sodium derivative is converted . 
into sodium phenylsalicylate: 


ONa OC Hs 
C«H4 « 6000, H, ? CeH4 € COONa* 


m-Hydrozybenzoic acid and p-hydrorybenzoic acid yield no 
coloration with ferric chloride. ‘Their basic barium salts are in- 
soluble. 


Dihydroxy-acids. 
Among the dihydrozy-acids is protocatechuic acid, 
СООН 1 
С«єНз ОН 3. 


NOH 4 
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It is obtained from many resins by fusion with potash, and syn- 
thetically by heating catechol with ammonium carbonate, the latter 
method being a striking example of the readiness with which the 
carboxyl-group can sometimes be introduced into the ring. It is 
freely soluble in water. It reduces an ammoniacal silver solution, 
but not an alkaline copper solution. It gives a characteristic 
reaction with ferric chloride, yielding a green colour, which changes 
to blue and finally to red on addition of a very dilute solution of 
sodium carbonate. 


Trihydroxy-acids. 
345. The best-known trihydroxry-acid is gallic acid, 
H 1 
CHX<oH 4 
NOH 5 


It is a constituent of gall-nuts, tea, and “ divi-divi,” a material 
used in tanning. It is ustially prepared by boiling tannin with 
dilute acids. It crystallizes in fine needles, readily soluble in hot 
water. It is mentioned in 337 that, on heating, the acid loses COs, 
forming pyrogallol. Gallic acid reduces the salts of gold and silver, 
and gives a bluish-black precipitate with ferric chloride. In alka- 
line solution it is turned brown in the air by oxidation, like pyro- 
gallol. 


Gallic acid is employed in the manufacture of blue-black ink. 
For this purpose its aqueous solution is mixed with a solution of 
ferrous sulphate containing & trace of free sulphuric acid. Without 
the acid, the ferrous sulphate would quickly oxidize in the air, giving 
a thick, black precipitate with the gallic acid: this oxidation is re- 
tarded in a remarkable manner by the addition of a very small quan- 
tity of sulphuric acid. As soon as the solution is brought into con- 
tact with paper, the free acid is neutralized by the alumina always 
present in the latter, and, as oxidation is no longer prevented, the 
writing in drying turns deep black. As the mixture of the solutions 
of ferrous sulphate and gallic acid has only a faint-brown colour, 
which would make the fresh writing almost invisible, indigo-carmine 
is added to the mixture. This imparts to the ink coming from the 

, pen a dark-blue colour, which changes by the process described to a 
deep black. 
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Vegetable Dyes and Tannins. 


346. The various vegetable dyes and tannins are very important 
natural products related to the hydroxybenzolc acids. 

A considerable proportion of the vegetable dyes are connected 
with salicylic acid, most of them being characterized by a yellow 
colour. They are classified in two groups, the zanthones and 
flavones, and have been investigated mainly by vou KosTANECKI. 
Distillation of salicylic acid with acetic anhydride yields first the 


phenyl ether of salicylic acid, CeH, Zoot , & substance further 


CO 


by elimination of water. Euzanthone or Indian yellow is a di- 
hydroxy-derivative of xanthone, with a hydroxyl-group in each 
benzene-nucleus. 

Flavone is formed by the condensation of methyl phenyl- 
propiolate and sodium phenolate: 


ONa O 
CH. + CH ,00C-C=C.CeHs = Cos” “о.о 


á bs 
COOCH; 


Saponification of this intermediate product and replacement of 
sodium by hydrogen yields the corresponding unsaturated acid. 
The chloride of this acid condenses quantitatively to flavone under 
the influence of aluminium chloride: 


7? ^ —; 
, Cd Nom s 3 Ox =” 
i CH H 


_& CO 


ICi 





Flavone 
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Among the flavones are chrysin or 1:3-dihydroxyflavone, the 
yellow dye of poplar buds; luteolin or 1:3:3':4’-tetrahydroxy- 
flavone, the colouring matter of dyers’ weld (Reseda luteola); 
and morin or 1:3:2':4'-tetrahydroxyflavone, the dye of mulberry 
(Morus tinctoria); and other products. 

WILLSTATTER’s remarkable researches on the colouring prin- 
ciples of flowers and fruits have identified among the constituents 
of these substances p-hydroxybenzoic acid, protocatechuic acid, 
or gallic acid. These colouring matters are glucosides, and have 
the name anthocyanins. Their extraction from the plants is 
facilitated by the formation of well-crystallized salts with mineral 
acids and also with organic acids. Since the anthocyanins do 
not contain nitrogen, WILLSTATTER regards these salts as oxonium 
derivatives (239). 

On heating with hydrochloric acid, the anthocyanins are 
decomposed: into carbohydrate and the characteristic colour- 
components, known as anthocyanidins. Investigation of antho- 
cyanidins derived from a great variety of coloured flowers and 
fruits has led to the surprising conclusion that they all contain 
the same atomic grouping combined with the three acids cited 
previously. The oxonium salts formed with hydrochloric acid 
have a structure of the type 


Cl 
HO// Y—0— —C-.C4H4-0H 
/-—0H—C.0H 


OH 


the group =C-C,gH4-OH derived from p-hydroxybenszoie acid 
being replaceable by =C-CegH3(OH)e from protocatechuic acid, 
or by =C-CeH2(OH)s from gallic acid. The variegated wealth 
of colour displayed by flowers is partly due to the union of these 
compounds with acids to form oxonium salts, and partly to their 
combination with bases to produce phenolates, all these deriva- 
tives having different characteristic colours. 

The blue colour of the corn-flower is caused by an alkali- 
metal salt of an anthocyanin identical with that which imparts 
its colour to the rose and geranium in the form of red oxonium salt. 
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Lichens also contain characteristic colouring matters, and some 
of these products have been synthesized from hydroxy-acids. 
EMiL FiscHER has prepared from these acids a whole series of 
derivatives of this type, and given them the collective name 
depsides (Safav, tan). Тһе number of phenolcarboxylic acid 
residues in the molecule is indicated by a Greek prefix, di-, tri-, 
tetra-depsides, and so on, being known. | 

Syntheses of this type are exemplified by the formation of the 
didepside of p-hydroxybenzoic acid. In alkaline solution, methyl 
chlorocarbonate and this acid react in accordance with the equa- 
tion 


CH30-COCI + NaO-CeH.-COONa = 
Meere = CH30-CO-OCsH,-COONa + NaCl. 


The phenolic hydroxyl of the p-hydroxybenzoic acid being thus 
rendered inactive, the acid can be converted into its chloride 
by means of phosphorus pentachloride, and the product caused 
to react in alkaline solution with a second molecule of the acid: 


CH30 -CO-0-CgH,-COCI + NaO-C,H4-COONa = 
= CH30-CO-OC.gH1-CO-OCgH.-COONa + NaCl. 


Saponification replaces the carbomethoxy-group CH30-CO— 
by hydrogen, forming the didepside, 


HO -CeHs-CO-OC 6H4-COOH. 


347. Тһе tannins, or tannic acids, are very widely distributed 
throughout the vegetable kingdom. They are soluble in water, 
have a bitter, astringent taste, yield a dark-blue or green precipi- 
tate with ferric salts, convert animal hides into leather, and 
precipitate proteins from their solutions. 

Three groups of tannins are recognized. Most of these sub- 
stances are related to the tannin obtained from oak-bark. They 
are also connected with catechin, a white, crystalline substance 
of known structure, the principal constituent of gambier, a tannin 
material found in Sumatra. These tannins give a red colora- 
tion with acids. 

A second group of tannins comprises those converted by 
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the action of warm, dilute acids into ellagic acid. This substance 
has the constitution 


OH 


HO OH 


and is therefore a depside. 

The constitution of the tannins of these two groups is im- 
perfectly understood. The small proportion of tannins belong- 
ing to the third group includes an important compound, the 
tannin of gall-nuts. The constitution of this substance has been 
almost completely established by analysis and synthesis. On 
warming with dilute sulphuric acid, it takes up the elements of 
water, decomposing into gallic acid and dextrose. From these two 
compounds EwiL FiscHER has synthesized pentadigalloylglucose, 


CoH70¢[CoH2(OH)s. с "ОСеН:(ОН)з. CO]s or C:;eHs304e, 


du 


a substance displaying very great analogy to tannin. The first 
step in the process is the conversion of gallic ang into a didepside, 


galloylgallic acid, i 
ОН 
(HO)3sCeH2-CO-OCgH2—OH / , 
“софн 


the chloride of this acid then reacting with dextrose to form 
pentadigalloylglucose. 
Tannin imparts its characteristic bitter kaste to many beverages 

—to tea which has been too long infused, for instance. The addition 

of milk removes this bitter taste, because the tannin forms an insol- 

uble compound with the proteins present in the milk. 

Tannin is a white (sometimes yellowish), amorphous powder, 
readily soluble in water, only slightly in alcohol, and insoluble in 
ether. It forms salts with two equivalents of the metals, and 
percipitates many alkaloids, such as strychnine and quinine, from 
their aqueous solutions (407). 


-— 
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The tannins find application in medicine and in the tanning of 
hides. 

In making leather, the hide is saturated with the tannin, because 
without this treatment it cannot be employed in the manufacture 
of shoes and other articles, since it soon dries to & hard, horn-like 
substance, or in the moist condition becomes rotten. When satu- 
rated with tannin it remains pliant, and does not decompose. 

The skin of an animal consists of three layers, the epidermis, the 
cuticle, and the fatty layer. The cuticle being the part made into 
leather, the two other layers are removed by suspending the hides in 
running water, when the epidermis and fatty layer begin to decom- 
pose, and are removed by means of a blunt knife. Alternate hori- 
zontal layers of the hides thus prepared and oak-bark or some other 
material containing tannin are placed in large troughs or vats, 
which are then filled with water. At the end of six or eight weeks 
the hides are taken out and placed in a second vat containing fresh 
bark of stronger quality. This is continued with increasingly concen- 
trated tannin solutions until the hides are perfectly tanned, the proc- 
ess lasting as long as two or three years, according to the thickness 
of the hide. Whether a hide is thoroughly saturated or tanned can 
be judged from the appearance of its cross-section, or by treatment 
with dilute acetic acid: if this treatment makes it swell up internally, 
it shows that the conversion into leather is incomplete. 

The process of tanning probably involves a mutual precipitation 
of colloids. The hide contains proteins in the form of gels (‘‘ Inor- 
ganic Chemistry,” 192), and the tanning material dissolves similarly 
as a colloid in water. Among the reasons for this assumption is the 
fact that the freezing-point-of the solvent remains unaltered. At 
first the tanning material is simply absorbed by the hide, since it 
can be extracted by water. After the tanning process has continued 
for some time, there is a diminution in the quantity extracted. 


Aminobenzoic Acids. 


The most important of the aminobenzoic acids is o-amino- 
benzoic acid, called anthranilic acid, first obtained by the oxidation 
of indigo (404). It has the character of an amino-acid, yielding 
salts with both acids and bases. It possesses a sweet taste and 
slightly antiseptic properties. It is obtained by the method of 
HooGEWERFF and vaN Dorp (259), by treating phthalimide with 
bromine and potassium hydroxide. The potassium salt of phthal- 
aminic acid is first formed, and then changes into anthranilic acid: 
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- CO CONH2 МН» 
CH d SNH — C Ha — CHL А 
“\co% “соок “соон 
. Phthalimide Potassium phthalaminate Anthranilic acid 


By a very interesting intramolecular rearrangement, o-nitro- 
toluene is transformed into anthranilic acid by a boiling alkaline 


solution: 
ХО» 
Coa — CH; 
Hs 


Anthranilic acid melts at 145°, and by careful heating can be 
sublimed without decomposition. When strongly heated, it 
decomposes to a considerable extent into carbon dioxide and 
aniline. It dissolves in water and readily in alcohol. By the 
method indicated it is prepared technically for the synthesis of 
indigo, bleaching-powder being substituted for the potassium 
hydroxide and bromine. Its methyl ester causes the fragrance 
of many flowers. It has a powerful, but agreeable, odour, and 
finds application in the perfume-industry. 


NH; 
OOH 


Phthalic Acid. 


348. Phthalic acid is the ortho-dicarboxylic acid of benzene, and 


has the formula C6H4 E OON 5 It is obtained by the oxidation 


of aromatic hydrocarbons with two side-chains in the ortho- 
position, or their derivatives with substituents in the side-chains. 
It is worthy of note that chromic acid cannot be employed in this 
oxidation, since it decomposes ortho-derivatives completely into 
carbon dioxide and water. Phthalic acid is employed in the 
preparation of artificial indigo (405), and is manufactured by oxi- 
dizing naphthalene (377), CigHs, by heating with very concen- 
trated sulphuric acid. 

Phthalic acid is crystalline, and dissolves readily in hot water, 
alcohol, and ether. It has no definite melting-point, since on 
heating it loses water, yielding phthalic anhydride, which sublimes 
in beautiful, long needles: 
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соон СО 
lh — H20 = >0. 
CO'OH CO 
Phthalic anhydride 


Phthalyl chloride is formed by the interaction of phosphorus 
pentachloride and phthalic acid. It exists in two tautomeric 


forms, 
COCI Cle 
oH and CH >O - 
OCI О 
L II. 


'The first form is produced by direct interaction of the chloride 
and acid, and is converted into the second modification by warming 
with aluminium chloride. Form II. is very readily converted 
intol. "There is à marked divergence in melting-point, I. melting 
at 16°, and II. at 89°. With ammonia and aniline I. reacts much 
more rapidly than II., although in these and various other reac- 
tions identical substances are produced from the two tautomerides. 
An example is the formation of cyanobenzoic acid under the 
influence of ammonia, as indicated in the scheme 


1 
COCI+NHs C NH; 
CU. — CH. H —2HCl > 
OCI OCI 
C—NH N 
2 CoH >0 — CH, 
О OOH 


while the ¢so-chloride reacts thus: 


>CClh+H2NH — >C=NH. 


This similarity in behaviour has made it extremely difficult to 
solve by purely chemical methods the problem of the correct 
constitutional formula of each isomeride. 

The results of optical research indicate the great probability of 
the product directly produced having formula I. Chlorine atoms 
in immediate union with a carbonyl-group, >CO, have a higher 
atomic refraction than chlorine atoms otherwise linked to carbon. 
‘The atomic refraction of O” is also greater than that of <O. 
A compound with constitution I. must therefore have a higher 
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molecular refraction than one with structure II., and the value 
found experimentally for the direct product melting at 16° is 
actually higher than that of the substance melting at 89°. 

The oxygen of the carbonyl-group in phthalic anhydride 
can also participate in other reactions. Thus, when the sub- 
stance is heated with phenols and sulphuric acid, phthaleins are 


formed: 
H,OH 
„© Ё „Н COH OHOH 


OH HOOT -M040 >0 


Fhthalic anhydride Phenoiphthaletn 

Phenolphthalcin, the simplest member of the phthalein series, 
is a yellow powder. On account of its phenolic character it dis- 
solves in alkaline solutions, with formation of a fine red colour, and 
is a sensitive indicator for alkalimetry. 

Resorcinolphthalein or fluorescein is characterized by the display 
of an intense yellowish-green fluorescence in alkaline solution. It 
owes its name to this property, which affords a delicate test for 
phthaiic anhydride, phthalic acid, and resorcinol, since fluorescence 
is exhibited by mere traces of fluorescein. It is prepared by heating 
together resorcinol and phthalic anhydride at 210°, in presence of 
zinc chloride as a dehydrating agent. On treatment with bromine, 
fluoresvein yields tetrabromofluorescein: 

CsHBr2(OH) 


C [cams ^ 


Its potassium PEE OD is the beautiful dye eosin. 
The constitution of the phthaleins is inferred from their being 
convertible into derivatives of triphenylmethane (373). 
In the preparation of phenolphthalein a by-product, fluoran, 
insoluble in alkalis is formed. This substance has the formula 


EEN, ond ^о 
ca ig " OQ 


L П. 


§ 349] . PHTHALIMIDE. 497 


in which the two phenol-residues are united at the ortho-positions 
to the phthalic-anhydride-residue, and not at the para-positions, as 
in phenolphthalein. Fluoran contains the pyrone-nucleus, 


/ Pv, 
C C 
| |. 

С С 

No 

Many derivatives containing this nucleus fluoresce. Fluorescein 
is dihydroxyfluoran, with the formula 


co 
CHK Xo 
/ V^ V D : 
BON S AN /0R 


CO 
349. Phthalimide, Colle > МН, is of importance on account 


of its application to the synthesis of primary amines with sub- 
stituted alkyl-groups. It is obtained by passing dry ammonia 
over heated phthalic anhydride. The imino-hydrogen is replace- 
able by metals: thus, the potassium compound is precipitated by 
the action of potassium hydroxide on the alcoholic solution of the 
imide. When potassium phthalimide is treated with an alkyl 
halide, the metal is replaced by alkyl: on heating with acids or 
alkalis, a primary amine, free from secondary and tertiary amines, 
is produced: 


СО | СО 
CHK > NEEBE]C Hmn = CHK >К-бНшн > 
Potassium phthalimide 


— C6H4 < -COONs +NH2-C һНәһ+1. 


Alkyl balides with various substituents can be employed in this 
reaction: thus, from ethylene bromide, CH3Br- CH,Br, is obtained 
bromoethylamine, NH2-CH2-CH2Br ; from ethylenebromohydrin, 
CH.Br-CH,OH, hydroryethylamine, NH2-CH2-CH2OH; ete. 
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Another example is Emin Fiscuer’s synthesis of ornithine 
(243). Potassium phthalimide is brought into contact with tri- 
methylene bromide: 


CoH, <6 >N[K + By] -CH2-CHe-CHzBr — 
> CoH. <G0> N-CHe-CH2-CH2Br. 


The compound obtained is treated with diethy! monosodiomalonate, 
and yields CgH,< Ea »N.:CH;.CH3a.CH5;. CH(COOC;H;)s, the ter- 


tiary hydrogen atom of which can be substituted by bromine. 
Saponification and elimination of CO; give 


C H4 « CO » N-CHa-CH;-CH;-CHBr-COOH. 


By heating with aqueous ammonia, Br is then replaced by NH. 
Subsequent heating with concentrated hydrochloric acid yields 
ornithine: 


CoH, < ĈO >N-CH2-CHa-CH2-CH(NH3) -COOH = 
+20HH 


COOH 
= H-N -CH2-CH2:CH2-CH(NH32)-COOH. 
C6H4 < COOH t 2 2 „ые (МН) 


These examples make it evident that this method can be ap- 
plied to the preparation of the most variously substituted primary 
amines. 


isoPhthalic and Terephthalic Acids, CgH,(COOH)2(1:3) 
and (1:4). 


350. isoPhthalic acid can be obtained by the oxidation of com- 
pounds with two side-chains in the meta-position, and also by the 
oxidation of resin (colophonium) with nitric acid. It dissolves with 
diffculty in water, and does not yield an anhydride. 

Terephthalic acid can be prepared by several methods; for 
example, by the oxidation of turpentine. It is almost insoluble in 
water, alcohol, and ether. It does not melt at the ordinary pres- 
sure, but at high temperatures sublimes without decomposition. 
Like iso-phthalic acid, it does not form an anhydride. 
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Higher Polybasic Acids. 

Tricarboxylic, tetracarboxylic, pentacarboxylie, and hexacar- 
boxylic acids are known. 'The most remarkable is the hexacar- 
boxylic mellitic acid, a constituent of the mineral honey-stone, found 
in brown-coal seams. Honey-stone is the aluminium salt of mellitic 
acid, and has the formula C,,0,,Al,+18H,O: it forms yellow quad- 
ratic octahedra. Mellitic acid is produced by the oxidation of wood- 
charcoal with an alkaline solution of potassium permanganate. 
It crystallizes in fine needles, and dissolves freely in water and alco- 
hol. On heating, it loses two molecules of carbon dioxide and two 
molecules of water, with formation of pyromellitic anhydride, 


CO. o1 
CH COO 2, 
Co? 95 


which takes up water, and yields pyromellitic acid, G.H,(COOH), 


VIII. SUBSTITUTED ALDEHYDES. 


351. m-Nitrobenzaldehyde is the main product formed in the 
nitration of benzaldehyde, o-nitrobenzaldehyde heing a by-product 
in the reaction. The best mode of preparing the ortho-compound 
is to oxidize o-nitrotoluene with manganese dioxide and sulphuric 
acid. In sunlight it is rapidly transformed into o-nitrosobenzotc 

acid: 
l NO NO 


2 
CK — C6H4 е 
НО OOH 


Hydroxyaldehydes. 


Hydroxyaldehydes can be obtained artificially by a synthetical 
method generally applicable to the preparation of aromatic 
hydroxyaldehydes. It consists in treating the phenols in ethereal 
solution with anhydrous hydrocyanic acid and hydrochloric-acid 
gas, it being sometimes an advantage to add a small quantity of 
zinc chloride as a condensing agent. This mode of synthesis was 
discovered by GATTERMANN, whose name it bears. The hydro- 
chloride of an imide is formed as an intermediate product, and can 
sometimes be isolated: 


C,H,OH +HON +HCl = C.Hy< CH. ETTR 
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On treatment with warm water, the imide-salt is converted into 
the hydroxyaldehyde and ammonium chloride: 


OH _ OH 
GHa« eg. Ng. goi HO 7 CHa« go E NHGCL 


p-Hydroxybenzaldehyde is here obtained from phenol. 
Salicylaldehyde, NGC 9? occurs in volatile oi of spiraa. 


It can be prepared artificially by REIMER's synthesis, another 
reaction generally applicable to the production of aromatic 
hydroxyaldehydes, and depending on the action of chloroform 
and potassium hydroxide on phenols: 


OH 1 
UU 7 CH, C cH 2. 
Salicylaldehyde 


The o-hydroxyaldehydes colour the skin deep yellow. 
To this class of substances belongs vanillin, 


H 
AK d 
C,H;—OCH; 3 
NOH 4 


the methyl ether of protocatechualdehyde. It is the aromatic prin- 
ciple of vanilla, and is prepared on the large scale by oxidizinz 
isoeugenol, 
H 
CgH3—OCH3 . 
NCH:CH-CHg 
This substance is obtained by pua eugenol, 


C Hy OCHs 
* NCHe.CH: CH; 
with alcoholic potash, which alters the position of the double 
linking in the side-chain. Eugenol is the chief constituent of oil 
of cloves. 
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Vanillin has been synthesized by REIMER's method, the action 
of chloroform and sodium hydroxide on guaiacol (336) : 


(oon, = Ог, - 58. Qu. 
Intermediate producta Be Vanillin 


Piperonal is mentioned in 353. 


IX. POLYSUBSTITUTED BENZENE DERIVATIVES WITH SUBSTIT- 
UENTS IN THE SIDE-CHAIN. 


T OH 
352. p-Hydrozyphenylpropionic acid, CeH4 « GR, CH COOH, 
is of some importance owing toits relation to tyrosine (M. P. 2359), 
which derives its name from its presence in old cheese (Greek, rupés), 
and is produced when proteins, such as white of egg, horn, hair, etc., 
are boiled with hydrochloric acid or sulphuric acid. Its formula is 


H 
CoH,,03N, and its structure HO+CoH,-CHla-COCOOH: it is the 
МН» 
a-amino-acid of p-hydroxyphenylpropionic acid. Being an amino- 
acid, it yields salts with acids as well as with bases. 

The oxidation of tyrosine under the influence of an enzyme called 
tyrosinase yields very stable red, brown, or black colouring matters, 
the melanins. These substances are probably the colouring prin- 
ciples of the hair of the higher animals and of man, and of the dark 
colour of negroes. 


о-Нудтохусіппатіс acid, Сен, <ОН :CH.COOH' exists in two 


forms, coumaric acid and coumarinic acid, which are easily con- 
verted into each other. Coumarinic acid is not known in the 
free state, but only in the form of salts, since, on liberation, it at 
once loses a molecule of water, yielding coumarin, the aromatic 
principle of woodruff (Asperula odorata). Coumaric acid, on the 
other hand, does not yield a corresponding anhydride: removal 
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of water produces coumarin, which is converted into salts of 
coumarinic acid by treatment with alkalis. 

Coumarin can be obtained from salicylaldehyde by Sr& WiLLIAM 
PERKIN’s synthesis (328): acetylcoumaric acid, 


OIC,H,0 
CoH < C H:CH-COJOH' 


is first formed, and is converted into coumarin by heating, acetic 
acid being eliminated. 

353. The unsaturated piperic acid, or 3:4-methylenedihydrory- 
cinnamenylacrylic | acid, C;2H,904, is a decomposition-product 
of piperine (390). Oxidation converts piperic acid into piperonal 
or heliotropin, 


CH:CH-CH:CH-COOH б 
OR E с. 


Piperic acid Piperonal 


The constitution of this substance is established by two reactions, 
First, on heating with hydrochloric acid itis converted into proto- 
catechualdehyde and carbon: 


CHO. CH; <> CH, = CHO-G,H; «OH +c. 


Second, it is regenerated by the action of methylene iodide and 
alkali upon this aldehyde. 

Piperonal melts at 37°, and boils at 263°; its odour exactly 
resembles that of heliotropes. In presence of caustic soda, 
piperonal condenses with acetaldehyde to piperonylacraldehyde: 


CH; « 0» CeHa- CQ -OHs- OD ~ 
О ; H 
= CH;« 92 CeH3- CH:CH* Co + H320. 


By PERKIN’s synthesis (328), piperonylacraldehyde із con- 
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verted by the action of sodium acetate and acetic anhydride into 
piperic acid: | 


CH: <0>CgHa-CH:CH- CO +CH3-COOH = 


= CH: <9 >CHs-CH:CH-CH:CH-COOH + H20. 


Adrenaline or suprarenine, CgH,30N, is prepared from the 
suprarenal capsules of the horse and other animals. It is char- 
acterized by its powerful hemostatic properties. On oxidation, 
it yields protocatechuic acid, and on distillation with sodium 
hydroxide, methylamine. With benzoyl chloride it forms a tri- 
benzoyl derivative. 

It is prepared by a synthetic method. Chloroacetyl chlonde 
reacts with catechol (I.) to form chloroacetylcatechol (II.). On 
treatment with methylamine, this substance yields an amino- 
ketone (III.), reducible to adrenaline (IV.): 


3) “cy ‘CHCl HO(’\ CO-CHy-NH-CHs 


CHOH-CH2-NH-GH3 
ә Tis e 


HO 
Adrenaline 
Many organic bases of phenolic character have valuable phar- 
macological properties. Other types of this class are hordenine, 


4 

HO-C.H,- CH,- CH, N(CH;),, present in germinating barley; and 
p-Aydrozyphenylethylamine, HO: C4H,- NH - C4H,, the active principle 
of ergot. 


ORIENTATION OF AROMATIC COMPOUNDS. 


354. Orientation is the determination of the relative positions 
occupied by the side-chains or substituents in the benzene-ring. 
A description of a number of the most important substitution- 
derivatives of benzene having been given in the foregoing pages, it 
becomes necessary to furnish an insight into the methods by which 
orientation is carried out. 

These methods are based on two main principles. 

1. Relative determination of position.—The compound with sub- 
stituents in unknown positions is converted into another with 
known positions, it being inferred that the first compound has its 
substituents arranged similarly to the second. If, for example, the 
constitution of one of the three xylenes is required, the hydrocarbon 
ean be oxidized. The particular phthalic acid formed indicates the 
positions of the methyl-groups in the xylene under examination, 
provided the positions of the carboxyl-groups in the three phthalic 
acids are known. 

To apply this method, it is necessary to know the positions of 
the substituents in a small number of compounds, and it is further 
assumed that the positions of the substituents remain the same 
during the course of the reactions involved. Usually, this continu- 
ity holds, although the position of the side-chain does alter in a few 
reactions (332). 

To avoid erroneous conclusions, it is, therefore, desirable in 
cases of doubt to check the determination of position by convert- 
ing the substance into another compound. 

. 2. Absolute determination of position.—The positions of the 
substituents are determined without the aid of other compounds 
with substituents in known positions. A general method is 
afforded by Korner’s principle, by which it is possible to ascer- 
tain whether substances CsH4Xo, containing two substituents, are 

504 
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ortho-compounds, meta-compounds, or para-compounds, effected 
by determining the number of trisubstitution-products correspond- 
ing with them. 

When a third group, Y, is introduced into an ortho-compound, 
CeH4X», whether Y is the same as or different from X, only two 
isomerides can be formed, 


X x 
OQ 
and Š 
Y 
Y 


The introduction of a third group into a meta-compound renders 
possible the formation of three isomerides, 


X X X 
Y 
à Èe = Â 


With a para-compound the introduction of a third group yields 
only one trisubstitution-product, 


X 
Y 


In addition to this general method, there are other special 
methods, several of which are described. They substantiate fully 
the conclusions already arrived at by KOrner’s method. 


1. Absolute Determination of Position for ortho-Compounds. 


355. For the ortho-series, the structure of a dibromobenzene 
melting at 5-6° is determined by means of KorNER’s principle: 
this body yields two isomeric nitrodibromobenzenes. The con- 
stitution of a xylene boiling at 142° and melting at — 28° has also 
been established by this method: it gives rise to two isomeric 
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nitroxylenes when treated with nitric acid. 'This xylene is con- 
verted into phthalic acid by oxidation, proving that the latter is 
an ortho-compound. 

The oxidation of naphthalene (377), С,оНз, to phthalic acid also 
proves that the carboxyl-groups of this acid are in the ortho-posi- 
tion. This reaction indicates that the structure of naphthalene 
must be CgH, « C4H4, the group C4H4 being linked to two positions 
in the benzene-ring. When naphthalene is treated with nitric acid, 
nitronaphthalene is formed, and is converted by oxidation into 
nitrophthalic acid. The group C,H, has, therefore, been converted 
into two carboxyl-groups: 


NO,-CH, « C,H, — NO;-CH, « DOR: 
Nitronaphthalene Nitrophthalic acid 


If, however, the nitro-group is reduced, and the _aminonaphthalene 
thus obtained oxidized, phthalic acid is formed. Hence, the group 
C,H, forms a second benzene-ring with the two carbon atoms of 
the benzene-ring, so that naphthalene must be represented by the 
formula 


The oxidation of nitronaphthalene and aminonaphthalene is 
expressed by the scheme 





HOOC 


NH, 
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Phthalic acid must, therefore, be an ortho-compound, because 
if it be assumed to have the meta-structure, for example, naphtha- 
lene must be represented by the formula 


OD 


which involves a contradiction, for there could not then be a ben- 
zene derivative produced by the oxidation of both nitronaphthalene 
and aminonaphthalene. 


2. Absolute Determination of Position for meta-Compounds. 


356. The proof that mesitylene is symmetrical trimethylbenzene 
(1:3:5) is stated thus by LADENBURG. 
If this compound has the constitution 


H 
СН» CHg 
H Н? 
СНз 


the three hydrogen atoms directly linked to the benzene-ring must 
be of equal value. If this can be proved, the structure of mesityl- 
ene is established. 


The proof of the equality is as follows. On nitrating mesitylene a 
dinitro-compound is obtained. If the hydrocarbon is represented by 


abe 
I. C,(CH;);HHH, 
the dinitro-compound may be arbitrarily assumed to be 


a b 
п, C,(CH,);NO,NO,H. 


One of the nitro-groups of the dinitro-compound is reduced, and 
the resulting amino-compound is converted into an acetyl-derivative: 
suppose that this acetyl-derivative is 

b 
ш. C(CHjsNO,NH(C;H,0)H. 
This substance can be again nitrated, when there must result 
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C (CH, NO,NB (C:H,0)NO,. 


It is possible to eliminate the acetylamino-group, NH(C,H;0), 
from this compound by saponification, subsequent diasotization, etc. 
A dinitromesitylene with the formula 


a b 
C,(CH,);NO;HNO, 


is obtained, identical with the former dinitro-product, the nitro- 
groups of which are at a and b. It follows that 


Hè = Не, 


Nitromesidine, a:b, the acetyl-compound of which is represented 
by formula III., furnishes a further proof that H«— Hc. When the 
amino-group is eliminated by means of the diazo-reaction, there is 
formed 


a bc 
IV. C,(CH4SNO,HH. 


This substance is reduced, and converted into an acetyl-compound, 
acetylmesidine, 


b 
C (CH), NH (C;H,0)HH, 
which can be again nitrated, yielding 


a b c 
C«(CH;)NH(C;H,0)NO;H. 


It is immaterial whether the nitro-group of this compound is at b or 
c, Since the equality of these positions relative to a has been already 
proved. 

On eliminating the acetylamino-group from the last substance, 
a mononitromesitylene is produced, identical with the compound 
IV. Hence, a=b=c, which completes the proof of the equality of 
the three hydrogen atoms. 


From the known constitution of mesitylene it is possible to 
deduce the structure of many other compounds. For example, 
partial oxidation converts it into mesitylenic acid; 


OOH 


ОН; , 
Ce HE 


`~ 


which is in turn converted into xylene by distillation with lime: this 
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xylene must be the meta-compound. Oxidation converts m-xylene 
into isophthalic acid, indicating that the carboxyl-groups in the 
latter occupy the meta-position. These determinations of position 
have been fully substantiated by the application of KÖRNER’3 
principle. Thus, N6urinc has prepared three isomeric nitroxyl- 
enes, in which the relative positions of the methyl-groups are the 
same as in the xylene obtained from mesitylenic acid. 

Among other meta-compounds in which the position of the 
groups has been independently established, is a dibromobenzene 
boiling at 220°. KÖRNER proved that corresponding to this sub- 
stance are three isomeric tribromobenzenes and three nitrodibromo- 
benzenes. In conclusion, the phenylenediamine melting at 62° can 
be obtained from three different diaminobenzoic acids by elimina- 
tion of COg, so that it also must be a meta-compound. 


3. Absolute Determination of Position for para-Compounds. 


357. KÓRNER'S principle has been of great service in determin- 
ing the constitution of some members of the para-series. For 
example, from the xylene boiling at 138°, and melting at 13°, it is 
only possible to obtain one nitroxylene: the phenylenediamine 
melting at 140° can only be obtained from one diaminobenzoic acid 
by removing CO2: and so on. 

These determinations of position have been confirmed by 
another method, exemplified by the identification as a para- 
compound of a hydroxy-benzoïc acid melting at 210°. The start- 
ing-point of the proof is bromobenzoic acid, obtained directly by 
the bromination of benzoic acid. On nitration, two isomeric 
nitrobromobenzoic acids are formed, either of which yields on 
reduction the same aminobenzoic acid, anthranilic acid. This 
acid can be converted into salicylic acid by means of the diazo- 
reaction. It follows that in both the isomerides the nitro-group 
must be situated symmetrically to the carboxyl-group; at 2 or 6, 
or at 3 or 5, if the carboxyl-group is at 1. The same reasoning 
establishes the position of the hydroxyl-group in salicylic acid. 
The bromine atom cannot be at 4, because two isomeric nitro- 
compounds which would yield the same aminobenzoic acid on 
reduction could not be obtained from 
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The bromine atom must, therefore, occupy the mefa-position or 
ortho-position to the carboxyl-group. A hydroxybenzoic acid melt- 
ing at 200°, corresponding with this acid must be, therefore, meta 
or ortho. Since the isomeric salicylic acid can a'so be only a meta- 
compound or an ortho-compound, there remains no possibility, 
except the para-structure, for the third hydroxybenzoic acid melt- 
ing at 210°. 


Determination of Position for the Trisubstituted and Higher- 
substituted Derivatives. 


358. This orientation can usually be effected by ascertaining 
the relation in which they stand to the di-derivatives of known 
constitution. For example, since a certain chloronitroaniline, 
CgH3CI(NO3) (NH), is obtained by nitrating m-chloroaniline, 


МН» 


1” 
and yields p-chloronitrobenzene, 
МО» 


Cl 


by exchange of the amino-group for hydrogen, it must have the 
constitutional formula 
NHa 


NO, 


Cl 


A more complicated example of orientation is afforded by the 
determination of the positions of the groups in picric acid. Careful 
nitration converts phenol into two mononitrophenols, 
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OH OH 
Ge a 
NO; 

M.P. 45? M.P. 114? 


One of these mononitrophenols must be the ortho-compound and 
the other the para-compound, because the third nitrophenol can be 
obtained from m-dinitrobenzene—the constitution of which has been 
proved by its reduction to m-phenylenediamine (339) —by reduction 
to meta-nitroaniline, and subsequent exchange of NH; for OH by 
diazotizing. 

When further nitrated, both nitrophenols yield the same dinitro- 
phenol, which can therefore only have the formula 


OH 
A 
NO; 

The mononitrophenol melting at 114° is converted by oxidation 
into benzoquinone (338), and must, therefore, be the para-com- 
pouad. For the body melting at 45° there remains only the ortho- 
structure. On nitration this o-nitrophenol yields, in addition to the 
1:2: 4-dinitrophenol (OH at 1), another dinitrophenol with its groups - 
at 1:2:6, 

OH 


"n 


for on conversion of this into its methyl ether, and heating the latter 
with alcoholic ammonia, the group OCH, is replaced by NH;; and 
this substance, which has the formula 

NH; 


is converted by substitution of hydrogen for the NH,-group into 
the ordinary mefa-dinitrobenzene. Thus, we have two dinitro- 
phenols of known structure, | 
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ОН OH 
NO, 


Further nitration converts both into picric acid, which must, there- 
fore, have the constitution 


OH 
NO, NNO, 
Yo 
From the constitution of picric acid may be inferred the position 
of the groups in ordinary trinitrobenzene, since this compound is 


readily oxidized to picric acid (334). This trinitrobenzene must, 
accordingly, have the symmetrical structure. 


Equivalence of the Six Hydrogen Atoms in Benzene. 


359. It is stated in 282 that benzene does not yield isomeric 
mono-subsfitution-products, and the inference is drawn that the six 
hydrogen atoms of this hydrocarbon are of equal value. 

There are several direct methods of proving this equivalence, one 
of them, devised by Nórr1ING, being characterized by its simplicity. 
If the six hydrogen atoms are denoted by a, b, c, d, e, and f, the 
amino-group in aniline may be arbitrarily assumed to be ata. When 
bromobenzene, obtained from aniline by the diazo-reaction (307, 4), 
is treated with methyl iodide, and sodium it yields toluene. On 
nitration, three isomeric nitrotoluenes are obtained—the proportion 
of the meia-compound being very small. In these compounds the 
CH, group is at a, so that the nitro-groups may be arbitrarily assumed 
to be at b, c, and d respectively. On reduction, the three corre- 
sponding toluidines result: 


CH, CH;(a) —^ CH;- CH, NO,(b:c:d) + СООН. С.Н, NHs(b:e:d). 


After protection of the amino-group in each of these compounds 
by acetylation, the three aminobenzoic acids are obtained by 
oxidation. These acids yield, by elimination of CO;, the same 
aniline, identical with the original substance. It follows that 
a =b =ç ad; . 
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Joie m 
снн, > CHBr > — 2, 
а а а 


с.н, <В: d = 


«confit 


= с,ң,<© m d —>C.HNH, a=b=c=d, 
ы a 
> СЬН,<ү Н, 4 


The а of the proof of the equivalence of e and f to 
a, b, c, and d is o-toluidine, in which the CH;-group may be assumed 
to be at a, and the NH:-group at b. Nitration of its acetyl-deriva- 
tive, followed by elimination of the acetyl-group, produces simul- 
taneously four nitro-o-toluidines. Since a and b are occupied, the 
nitro-groups must be at c,d, e, and f respectively. Replacement of 
the amino-group by hydrogen yields four nitrotoluenes, a:c,a: d 
a:e,anda:f. The first two are m-nitrotoluene and p-nitrotoluene; 
they are also obtained by direct nitration of toluene, as described in 
the previous paragraph. The nitrotoluene a : e is identical with a : c, 
' and a:f with a : b, which indicates the equivalence of c to e and of 
b to f, thus completing the proof: 


СН, а 
LN 
CHÊNE. b 
VA “ко, 
| AE СН, а 
ca <S 5 CH Ra 


CH; 
CNE, b 


< а x CHa 
CHA NO! f —P» GI. «NO, feb 


Influence of the Substituents on Each Other. 


360. On introduction of a second substituent into a monosub- 
stituted benzene derivative, CgH5X, the three theoretically possible 
di-derivatives are formed in very unequal proportion. There 
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are two main types of substitution: either the para-derivative 
and the ortho-derivative predominate; or the meta-derivative 
constitutes the chief product. The table summarizes the most 
important types of substitution, the numbers in brackets indicat- 
ing the by-products, and being arranged in order of diminishing 
proportion. 





Position entered by Substituents. 


Element or Group already 
present (in Position 1). 





Cl Br I SOH NOs 

Clone etes aee inus 4(2)(3) 4(2)(3) | 4 4 4(2) 
Во (2)(3) | 4(2)(3) | — |4 4(2) 

die Lie 4 4 4 4 4(2) 
Оноо 42) | 4(9) 42) |40) 4(2) 
SOH ..........ф.......... — 13 — | 3(4) 3(2)(4) 
МО он 3 3 — | 3(2)(4) | 3(2)(4) 
МЕ. 42 4 4 4(2) 4(2) 
CH en iR dE. 42) | 4(2) 4(2) RAG 2(4)(3) 
COOH ian es emend 3 3 3 3(4 84 


The table indicates that & second substituent is directed into 
the para-position and the ortho-position by the presence of halogens 
and the groups hydroxyl, amino, and methyl; but into the meta- 
position by the groups sulpho, nitro, carboxyl, and cyano. In 
both instances the influence is exerted independently of the 
nature of the substituent introduced. This rule is of general 
application, and is known as the rule of the constancy of substitu- 
tion-ty pe. 

The relative proportions in which the isomendes are formed 
vary greatly even for the same type of substitution, and depend 
on three factors: (1) the substituent already present; (2) the 
substituent introduced; (3) the experimental conditions. 
These three factors are powerless to modify the substitution- 
type, which is almost invariable; but they cause important 
changes in the proportions of the isomerides formed in each type. 
A few examples illustrating this influence are subjoined. 

1. Nitration at 0° of fluorobenzene yields 12-4 per cent. of 
the ortho-nitro-product, and 87-6 per cent. of the para-nitro- 
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product. Nitration at the same temperature of chlorobenzene 
produces 30-1 per cent. of o-chloronitrobenzene, and 69-9 per 
cent. of p-chloronitrobenzene. 

2. The chlorination at 90° of phenol gives 50-2 per cent. of 
p-chlorophenol, and 49-8 per cent. of o-chlorophenol. Bromina- 
tion under the same conditions yields 90-7 per cent. of p-bromo- 
phenol, and 9-3 per cent. of o-bromophenol. These percentages 
indicate the great influence exerted by the substituent introduced 
on the proportion of the isomerides formed, even when these 
substituents are as similar as chlorine and bromine. 

3. Temperature is one of the important factors in the experi- 
mental conditions. In nitration-processes it exerts no great 
influence on the proportion of the isomerides. At —30°, nitra- 
tion of benzoic acid gives 14-4 per cent. of o-nitrobenzoic acid, 
85-0 per cent. of m-nitrobenzoic acid, 0-6 per cent of p-nitro- 
benzoic acid; at 30°, the corresponding percentages are 22-3, 
76-5, and 1-2. The temperature can exert a very important 
influence on the course of sulphonation-processes. Sulphonation 
of toluene at 0° with excess of sulphuric acid gives 53-5 per cent. 
of p-toluenesulphonic acid, 3*8 per cent. of m-toluenesulphonic 
acid, and 42-7 per cent. of o-toluenesulphonic acid; for sul- 
phonation at 100° the corresponding percentages are 72-5, 10-1, 
and 17-4. 

In halogenation-processes the nature of the catalyst influences 
the proportion of the isomerides formed. The chlorination of 
chlorobenzene with 0-5 per cent. of aluminium chloride as catalyst 
yields 65-7 per cent. of p-dichlorobenzene, 29-6 per cent. of 
o-dichlorobenzene, and 4-7 per cent. of m-dichlorobenzene; with 
an equivalent proportion of ferric chloride as catalyst the cor- 
responding percentages are 55-5, 39-2, and 5-3. 


361. The introduction of a third substituent C into a benzene 
derivative C.H,AB raises an interesting problem: knowing the 
isomerides formed by the introduction of C into C,H.A апа С,Н,В 
respectively, and the proportion of each, is it possible to predict 

. the isomerides C.H:ABC formed by the introduction of C into 
C.H.AB, and the proportion of each? 

In a qualitative sense prediction is possible, but the problem is . 
much more complex than a superficial consideration indicates. 
For a benzene derivative C.H4AB with formula I., 
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Apo Apo 

6! 3Bro 6.3 

$ .)Bm 
I. | II. 


in which both A and B direct substitution to the ortho-position and 
para-position, the entrance of the third substituent would be expected 
to take place at 4 and 6 under the influence of A, and at 3 and 5 
under the influence of B; that is, the formation of the four possible 
isomerides would be anticipated. Similarly, in combination II., 
in which Bm indicates direction by B of a new substituent to the 
meta-position, A would be expected to direct a new substituent 
to positions 2, 4, and 6, and B to direct it to position 5. In actual 
practice, the relations are much more complex, although there are 
instances of the formation of the four isomerides, exemplified by 
o-chlorotoluene, corresponding with formula I. In other examples 
such as that of o-creso], 


OH 
CH;, 


substitution takes place at positions 4 and 6 only; while with 
compounds of type II. substitution at position 5 has never been 
observed. 

The explanation must be that the velocities of the substitution 
induced by the substituents already present have very divergent 
values. Assuming the velocity of substitution due to the hydroxyl- 
group in o-cresol to be a hundred times as great as that due to the 
methyl-group, the extent of substitution at positions 3 and 5 would 
be so small as to render detection of the products impossible. The 
conclusion is also inevitable that in compounds of type IT. sub- 
stitution is much more rapid at the para-position and the ortho- 
position than at the meta-position. 

A study of the different examples of substitution in compounds 
C.H.AB, and a quantitative estimation of the isomerides formed, 
enable the velocities induced by the various substituents to be 
arranged in order, although in almost all instances the attainment 
of such an arrangement by direct determination is precluded. The 
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groups causing substitution at the para-position and the ortho- 
position exert their influence in the order 


OH» NH;» halogens» CH;; 


and the much less powerful groups causing substitution at the 
meta-position in the order 


COOH > SO,H> NO:. 


Inversely, knowing these orders of velocity, it is possible to predict 
the isomerides obtainable in a given reaction; thus, in chloro- 
phenol the substityent would be introduced mainly at the ortho- 
position and the para-position to hydroxyl; but in chlorobenzoic 
acid chiefly in the ortho-position and para-position to chlorine. 


362. This opposition between ortho-derivatives and para- 
derivatives on the one hand, and meta-derivatives on the other, is 
not only observed in their preparation, but also in many of their 
properties. As a class, the meta-compounds are more stable 
towards reagents than the ortho-derivatives and para-derivatives. 
An example is given ір 331. 

Ortho-groups sometimes exert a remarkable influence in 
retarding or partially preventing reactions which take place 
readily in their absence. The following reactions exemplify this 
phenomenon. 

When an acid is dissolved in excess of absolute alcohol it can be 
almost quantitatively converted into an ester by passing a current 
of hydrochloric-acid gas through the mixture (93, 1). VICTOR 
MEYER and his students found, however, that esterification of aci:l3 
containing two groups in the ortho-position relative to carboxyl, 


COOH 
TT 
could not be thus effected. On the other hand, when the acid 
has been converted into an ester (by means of the silver salt and 
an alkyl halide) the ester so formed can only be saponified with 


difficulty. When the two substituents occupy any of the other 
positions, these peculiarities do not manifest themselves, or at least 
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not to the same extent. Ketones substituted in the two ortho- 
positions, 
СН; 
O-R, 
СНз 


where R is an alkyl-radical, cannot be converted into oximes, 
wherein they differ from all other ketones. o-o-Dimethylaniline, 


Sra 
CH3 


is not converted by treatment with an alkyl iodide into a quater- 
nary salt. Pentamethylbenzonitrile, Cg(CH3)s;CN, cannot be hy- 
drolyzed to the corresponding acid. The methyl-hydrogen in o-o- 
dinitrotoluene, 


/NOs 2 
CoHa CHa 1, 
КМО» 6 


cannot be replaced by halogens even at a high temperature (200°), 
as is also true of 1:2:4-dinitrotoluene. In spite of numerous 
attempts, the hydrolysis of o-nitrosalicylonitrile, 


OH 


CN 
NO2 


OH 


COOH 
NO, ’ 


to the corresponding acid, 


has not been effected. 
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Groups occupying positions further separated sometimes exert 
a similar effect. One of the NOz-groups of symmetrical trinitro- 
benzene is replaced by OCH; through the action of sodium 
methoxide: for trinitrotoluene, 


NO, 
NOx OC. 
2 


this substitution is not found possible, the methyl-group preventing 
exchange of the nitro-group even in the para-position. 

Instances are, however, known of ortho-substituents i inereas- 
ing the reactivity of a group situated between them. 


HYDROCYCLIC OR HYDROAROMATIC COMPOUNDS. 


363. A number of compounds occur in nature containing pro- 
portions of hydrogen intermediate between those in the aromatic 
derivatives with saturated side-chains and those in the saturated 
aliphatic derivatives. These hydrocyclic or hydroaromatic com- 
pounds are readily converted into aromatic bodies. Caucasian 
petroleum contains naphthenes, with the formula C Hzn, which 
ehave two hydrogen atoms less than the corresponding saturated 
hydrocarbons, C,H;, 2, but nevertheless display all the properties 
characteristic of saturated compounds. The explanation is that 
they lack multiple bonds, but have & closed carbon chain; thus, 


CH;—CH 
СН, < CH,—CH, » CH3. 
cyclo Hexane 

The terpenes, CioHie, are vegetable-products, and are the prin- 
cipal constituents of the ‘essential oils.” These oils also contain 
compounds of the formule C,59H 460, C19H,sO0, and C,9H590, among 
them the camphors. Like the naphthenes, the terpenes and cam- 
phors are readily converted into aromatic compounds, and therefore 
belong to the hydrocyclic series. The progress recently made in 
this division of organic chemistry has rendered:a systematic classi- 
fication of these compounds possible. 

Two principal: methods are employed in their preparation: 
by one they are obtained from compounds of the aliphatic series, 
and by the other from those of the aromatic series. Several 
examples of each method will be cited. 

On dry distillation, calcium adipate yields cyclopentanone 
(277). By the same treatment calcium pimelate is converted into 
cyclohexanone: 


CH2-CH2-COO z СН».СН» 
СН» < СН» -CHe COO? Ca = СН» < СН» : СН» >CO+ СаСО}. 


Calcium pimelate cycloHexapone 
This structural formula is established by the ketonic character of 
the compound, and by the fact that dilute nitric acid oxidizes it 


almost quantitatively to adipic acid: 
520 
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CHz-CH2-CO CH2-CH2-COOH 

—> e 

He-CH2-CHe бн, -CH2-COOH 
cycloHexanone Adipio acid 


Diethyl succinate constitutes an important basis for the syn- 
thesis of other cyclohexane derivatives. In presence of sodium, 
two molecules of it condense to diethyl succinylsuccinate, which 
melts at 127°: 


ООСН; ` COOCH, 
вй сњ 
+ = 
H CH; 
c,H,000/^ ^ с,н,00С/ 
Diethy! succinate 
CO 
H.C  CH-COOC.Hs 
== | + 2C2H;OH. 
C,H,0O0C- HC н, 

СО 


Diethyl succinylsuccinate 


The free acid, obtained by saponification, is decomposed at 200°, 
with elimination of two molecules of carbon dioxide, yielding 
H;——CH2 


p-diketocyclohezane, соё” О. 
“сн, CH4/ 


The structural formula of this substance is indicated by this 
synthesis, and also by its reduction to cyclohexanone. 

The second method of obtaining hydrocyclic compounds 
depends on the reduction of aromatic derivatives. The proce- 
dure devised by SABATIER and SENDERENS involves passing a mix- 
ture of the vapour and hydrogen over finely-divided nickel at tem- 
peratures between 150° and 200°. In WiLLsTÁATTER'S process 
hydrogen is passed at ordinary temperature through the undiluted 
liquid compound, or through its solution in ether or glacial acetic 
acid, platinum-black formed by reduction of a solution of platinum 
chloride with formaldehyde and sodium hydroxide being em- 


ployed as catalyst: 
СвНв + 3H2 = CeHiz. 


Benzene cycloHezxane 
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In describing the hydrocyclic compounds, it is convenient to 
treat the cymene derivatives, or terpenes, separately, for they 
exhibit many characteristic properties. The other hydrocyclic 
compounds will first be briefly reviewed. 

364. cycloHexane is the simplest member of this group. It 
is best obtained by the method of SaBATIER and SENDERENS (363). 
Like its homologues, it is a colourless liquid. Its boiling-point, 80°, 
is very near that of benzene, 80-4°: as the crude hydrogenation- 
product always contains benzene, the isolation of pure cyclohexane 
from it by fractional distillation is therefore impracticable. In 
its separation, advantage is taken of its stability at ordinary tem- 
peratures towards fuming sulphuric acid and concentrated nitric 
acid, which respectively convert benzene into benzenesulphonic 
acid and nitrobenzene. Since each of these compounds is soluble 
in the corresponding acid, and cyclohexane insoluble, the sep- 
aration of the latter can be readily effected. The melting-point 
(82) affords the best criterion of the purity of cyclohexane. It 
is 6-4°, and therefore approximates closely to that of benzene, 5-4°. 


ZELINSKY has found that at 300° palladium-black can eliminate 
six hydrogen atoms from cyclohexane, with formation of benzene; 
while at 100°-110° this catalyst transforms a mixture of benzene 
and hydrogen into cyclohexane. He has also observed the remark- 
able fact that at 300° palladium-black is incapable of abstracting 
hydrogen from either cyclopentane or cycloheptane. This phenomenon 
affords a very valuable method of ascertaining whether a cyclic 
hydrocarbon is a derivative of cyclohexane or not, previously a very 
difficult matter. The application of this reaction is exemplified by a 
hydrocarbon of the formula C.His, which might be either cyclohexane, 
(CH;),, or methylcyclopentane, (CH3),» CH - CH;. 


Chlorine reacts very energetically with cyclohexane in dif- 
fused sunlight, and with explosive violence in direct sunlight. À 
mixture of substitution-products is formed, from which mono- 
chlorocyclohexane can be obtained by fractional distillation. 
Replacement of the Cl-atom in this compound by hydroxyl is not 
readily effected: treatment with alcoholic potash converts it into 
tetrahydrobenzene, a liquid boiling at 83°-84°, and possessing all 
the properties characteristic of unsaturated compounds. 

When a mixture of phenol-vapour and hydrogen is passed over 
finely-divided nickel, cyclohexanol is formed. It is a colourless 
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somewhat thick liquid: it boils at 160-5°, and at a low temperature 
solidifies to a camphor-like mass, which melts at 20°. 

p-Diketocyclohexane (363) melts at 78°. Careful reduction 
with sodium-amalgam in an atmosphere of carbon dioxide converts 
it into the dihydric alcohol quinitol: 


Н», СН» Н»ь.ОН 

CO 00+ 4H =HO-CH "CH: OH. 

He • СН, Н, T СНз 
p-Diketocyclohexane Quinitol 


Two modifications of quinitol are known, distinguished by the 
prefixes cis and trans. They are best prepared from quinol by 
the reduction-method of SABATIER and SENpERENS (363). They 
can be separated by means of their acetyl-derivatives. The 
stereochemical character of their isomerism is indicated by a 
consideration of Fig. 31 (167), in which a cyclopentyl-ring is repre- 
sented. If the pentagon is supposed to lie in the plane of the 
paper, one of the free linkings of each carbon atom will lie above, 
and the other below, this plane. If a cyclohexyl-ring is simi- 
larly constructed, there is obtained the perspective figure 


— , 
in which the affinities not forming part of the ring are represented 
by vertical lines. The isomerism of the quinitols is explained by 
the assumption that the hydroxyl-groups of the cis-modification 


are situated on the same, and of the érans-modification on the 
opposite, side of the n 








Е (т аури 
СИ (M Е 101°) ud ie Р. 139°) 


Гповйої, СвН, Ов, is a hexahydric alcohol derived from cyclo- 
hexane. Its molecular formula is the same as that of the hexoses: 








OH 
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on account of its sweet taste and its occurrence in many legumi- 
nous plants, it was formerly classed with the sugars. Its relation 
to cyclohexane is proved by its reduction with hydriodic acid to 
benzene, phenol, and tri-iodophenol, and by its conversion by 
phosphorus pentachloride into quinone and substituted quinones. 
The presence of six hydroxyl-groups is indicated by the formation 
of a.hexa-acetate. Inositol is also a constituent of the heart- 
muscle, the liver, and the brain. 

An important derivative of cyclo-hexane is l-methylcyclo- 
hexylidene-A-acetic acid, 


CH; Som CB 0.00 
H/ “ОН,.СН, CC oon 


This substance affords a striking example of optical activity 
occasioned by ‘“‘ Dissymmétrie moléculaire ” (196), since it lacks 
an asymmetric carbon atom, and can be resolved into its optically 
active components. It is one of the substances of the type 


a с 
XC:C:CK, 
b d 


one of the double bonds being replaced by a ring of six carbon 
atoms. The mirror-images of such substances cannot be super- 
imposed, and in 1874 van ’r Horr predicted the discovery of their 
optical activity. 

cycloHezanone can be prepared from pimelie acid (363), but 
is more readily obtained by the oxidation of hexahydrophenol with 
chromic acid. It boils at 155°. Its alkaline solution reacts with 
benzaldehyde to form a well-crystallized condensation-product: 


Но, CHa + OCH-CeHs 
СН, О = 
Hə. CH} +OCH -C6H5 


cycloHexanone 
=2H20+ CHA ES "n 
Сн». ‚шеш 


Dibensalcyclohexanone 


This reaction furnishes a good test for cyclohexanone. 
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The properties of the hydrocyclic acids are analogous to those 
of the aliphatic acids. Thus, herahydrobenzoic acid has a rancid 
odour, like that of capric acid. It melts at 92°, almost 30° lower 
than benzoic acid, which melts at 121-4°. The hydrophthalic 
acids exhibit isomerism which admits of the same explanation as 
that of quinitol. 


TERPENES. 


365. Тһе terpenes are hydrogenated derivatives of cymene and 
its substitution-products. Many of them are vegetable products. 
They are readily volatile with steam, and this property facilitates 
the isolation of the natural terpenes. The distillate separates into 
two parts, an aqueous layer below, and a mixture of terpenes above. 
After drying, the terpene-layer is fractionated several times in 
vacuo to isolate its constituents. Complete purification has some- 
times to be effected by conversion of the terpenes into derivatives 
which can be freed from impurities by crystallization: from the 
crystalline compounds thus obtained the terpenes can be regen- 
erated. 

Von Barrer has devised a rational nomenclature fcr the 
numerous derivatives of hydrogenated cymene. He numbers the 
carbon atoms of this hydrocarbon as in the scheme 


Co 





| 
Cis) 
JN 
S Ce Cao 
A double linking between two carbon atoms, such as 3 and 4, is 
denoted by 4°. 

The saturated cyclic hydrocarbon Лехалуағосутепе, С.0Н о, із - 
called menthane. It is not a natural product, but can be obtained 
by the interaction of cymene and hydrogen with nickel as a cata- 
lyst. It boils at 168°. 
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The saturated alcohols and ketones derivable from menthane 
are very important. Among them is menthol or 3-menthanol, 
CioH200, the principal constituent of oil of peppermint, from 
which it crystallizes on cooling. It forms colourless prisms of 
characteristic peppermint-like odour. It melts at 43°. 

Menthol has the constitution 


CH; 
бн 
m4 CH, 
HA бнон. 
NZ 


CH 
CH 
ch, on, 


Menthol 
It is a secondary alcohol, since oxidation with chromic acid elimi- 


nates two atoms of hydrogen, yielding a substance of ketonic charac- 
ter, called menthone, a constituent of oil of peppermint. Since there 
are several processes for the conversion of menthol into cymene or 
its derivatives, it must contain a cymene-residue. One of these 
methods also proves that the hydroxyl-group is attached to carbon 
atom 3: when a solution of menthone in chloroform is treated with 
bromine, there results a dibromomenthone, from which quinoline 
eliminates 2HBr, forming thymol (294), 


СН» 


OH’ 
CH(CH;3)s 
Thymol 
When thymol is heated with phosphoric oxide, it yields propyl- 


ene and m-cresol (294), so that its methyl-group and hydroxyl- 
group must be in the meta-position. 


366. Terpin, Cy His (OH);, a dihzdric alcohol, is also a derivative 
of menthane. 1lts hydrate, C19H 390; -- H50, is obtained by keeping 
oil of turpentine in contact with dilute nitric acid and a small pro- 
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portion of alcohol in shallow dishes for several days. During the 
process the turpentine takes up the elements of three molecules of 
water. Terpin hydrate forms well-defined crystals, melting at 
117°. On heating, it loses one molecule of water, anhydrous 
terpin distilling at 258°. 

Terpin can be synthesized from geraniol, 


СН» | 
0—0H-CH,-CH,-C—CH-CH;OH. 
CHs CH; 
Geraniol 
When agitated for a prolonged time with sulphuric acid of five per 
cent. strength, geraniol takes up two molecules of water, being 
almost quantitatively converted into terpin hydrate: 


CH3 CH3 
^ A ^us 
S 
н.с CH H.C Он, 
né daon + 2H,0 = нА baon — H0 — 
Н Hy 
B bon 
СН; CH3 Oa, cH, 
Geraniol Terpin hydrate 
CH3 
(он 
YN 
H.C CH3 
— ° 
нб бн 
и 
ji 
A^. 
СН: СНз 


Terpin 
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This mode of synthesis indicates that terpin is 1: 8-dihydroxy- 
menthane, and there is other evidence in favour of this view. 
Hydriodic acid reduces it to menthane, proving the presence of a 
cymene-nucleus. 

The constitutional formula indicated for terpin is confirmed by 
the synthesis of this compound effected by W. H. Perkin, sun. 
Ethyl! sodiocyanoacetate and ethyl 6-iodopropionate react thus: 
—M 21- CH5- CH3- COOCgH; —2NaI + 


CH3- CH5- COOC;Hg 
SS T CN: СНз. COOC2Hs. 
О он,-ОН,-СООСуН; | 


Hydrolysis of compound I. simultaneously eliminates carbon 
dioxide with formation of the acid 


CH2-CH2-COOH 


HOOC-CH 
H;-CH;-COOH 


from which water and carbon dioxide are eliminated by heating 
with acetic anhydride, with formation of the ketonic acid 


H2-CH 
HOOC-CH CO. 
СНз. СНз 


The carbethoxyl-group and the carbonyl-group of the ester of 
this acid react readily with methyl magnesium iodide (gz and 
102), forming a compound of the formula : 


CH CH,.CH омет 
CH, SC-CH У 
I- Meg H3- CH; 


converted by dilute mineral acids into the product 
Ho.CH 
oon oy 
Н» OH СН,.СН, 


identical with terpin. 


§ 367] TERPENES. 529 


Elimination of water from terpin yields, among other pro- 
ducta (367), & substance of the formula C)oH180, which is neither 


an alcohol nor a ketone, and is identical with cineol, a constituent. 


of many essential oils. Oil of eucalyptus and oil of wormseed 
(Oleum cine) contain a large proportion of this compound. 
Its mode of formation and properties indicate that cineol has 
the constitutional formula | 


CH; 


mí Um, 


HAC СН, 
CH 


Queue 
c, tn, 


3 
Cine 


367. Some of the unsaturated derivatives of menthane are also 
very important. The menthenes, C,oH;s, hydrocarbons with one 
double linking in their molecule, need not be considered, but the 
alcohol terpineol and the ketone pulegone, derived from them, merit 
description. i 

Terpineol, C;9H,30, is a constituent of some essential oils. It 
has an odour resembling that of lilacs: it melts at 35°, and boils at 
218°. Terpineol is closely related to terpin, since agitation with 
dilute sulphuric acid converts it into terpin hydrate: inversely, 
boiling with dilute sulphuric acid regenerates terpineol from terpin 
hydrate, with elimination of water. 

The constitution of terpineol must therefore be very similar 
to that of terpin, the only question being which of the hydroxyl- 
groups of the latter compound has been eliminated fiom the 
molecule along with one hydrogen atom. Since an optically 
active terpineol is known, it must be hydroxyl-group 1 of 
terpin, so that terpineol has the constitution indicated in the 
scheme 
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СНз CH3 
б bon 
Hu NH — Hu m 
ні бн, < нб Ha 


NZ 
CH H 
CH; CH; СН; СН; 
Terpineol Terpin 


Carbon atom 4 in the formula given is asymmetric, whereas removal 
of water from C-atoms 4:8, 8:9 (=8:10), or 1:7 could not produce 
an asymmetric carbon atom. 

Pulegone, CioHi60, is the principal constituent of the cheap 
oil of polei. It boils at 222°, and has a peppermint-like odour. 
The formation of an oxime indicates that it is a ketone. On 
reduction with sodium and alcohol, it takes up four hydrogen 
atoms, yielding menthol, which proves that the carbonyl-group is 
at position 3: 


CH3 СНз 
бн бн 
go “он, d H.C чы, 
mó бо нб (нон 
МЇ 
C H 
} бн 
di “зн, of, UH, 
Pulegone Menthol 


Both oxidation and heating with water decompose pulegone with 
formation of acetone, so that the double linking is between C-atoms 
4 and 8. 

Among the unsaturated menthane derivatives with two double 
linkings arethe hydrocarbons terpinolene,d-limonene, and |-limonene, 
and their racemic form, dipentene. ach has the formula C,9He. 

Terpinolene boils at 185°. It is formed when terpineol is boiled 
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with oxalic-acid solution, one molecule of water being eliminated. 
Theoretically, two reactions are possible: 


CH3 СН» CH; 
С X С 
Hc ‘CH о e Б o Nu 
de =æ О e 
ud n ©, Hy HA i 
Xa е Xa 
C-OH | С 
CH, CH off, a, ; CHs 
n Terpinclene d- and E Limonene 


Since terpinolene is optically inactive, and is derived from the opti- 
cally active terpineol, the asymmetry of the carbon atom must 
have vanished, as in formula II. C-atom 4 of formula III. is asym- 
metric, as in terpineol itself, formula I. 

Formula III. is that of the optically active limonene, which 
occurs in many essentia] oils and varieties of turpentine. It has an 
agreeable, lemon-like odour. Its constitution is inferred from two 
facts: first, it is also obtained from terpineol by-elimination of 
water, effected by heating with potassium hydrogen sulphate; 
second, addition of 2HBr yields the same dibromomenthane as is 
obtained from terpin by exchange of the hydroxyl-groups for 
bromine: 


СН» СН; СН; 
b.on 3 Br , + 


Ho’ ‘CH, nf а СН» H.C 


me бн, Ыб i" a 
M 


CH 
Y OH I Br 2 } 
n CH; c, TIE CH: CH; 


Terpin Dibromomenthane Limonene 
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Dipentene, a constituent of oil of turpentine, is also obtained 
by mixing d-limonene and /-limonene in equal proportions by 
‘weight. Like the limonenes, it yields a well-crystallized tetrabro- 
mide, indicating the presence of two double linkings in its mol- 
есше. Isoprene (127) can be prepared from limonene. 

368. Carvone, C19H140, is an important ketone belonging to 
this group. It is the principal constituent of oil of caraway, and 
has its characteristic odour. It boils at 228°. Related to carvone 
is carvacrol, which is obtained from it by heating with potassium- 
hydroxide solution: 


CH, is 
l С 
on 
а 7 HC” ‘CO 
€ ө 
НС СН Н,С 3 


{н 
сб, Хн, 2 E 


Carvacrol Carvone 
The hydroxyl-group in carvacrol is linked to C-atom 2, since, on 
heating with phosphoric oxide, propylene is evolved, and o-cresol 
(294) formed. The carbonyl-group in carvone is assumed, there- 
fore, to be at position 2. Carvone is proved to be a ketone by the 
formation of an oxime, called carvozime. 

When nitrosyl chloride is added to limonene, subsequent elim- 
nation of HCl yields carvoxime: 


CH; CH; CH; 
‚б.с С 
H.C Nu i NOR Hl bon 
| f +Nod= I | . -Hd - : 
H26  CHa HC yen HC Hs 
CH CH CH 
б C С 
ÁN ÁN on 
CH, CH; CH, CH, CH, CH; 


Limonene Limonene nitroso-chloride .Carvozime 
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This reaction proves that carvone contains one double linking 
49:9, but leaves it doubtful whether the other double linking is 
4? or 4! :7, In the production of terpineol from terpin the double 
linking is formed between two C-atoms of the nucleus, and by 
analogy this should also hold for carvone. Further evidence in 
favour of the formula indicated is afforded by the decomposition- 
products of the carvone molecule, but the details are beyond the 
scope of this work. | 


Polycyclic Terpene Derivatives. 

369. There exist hydrocarbons of the formula C;oH;g which 
contain but one double linking, for they take up only two univalent 
atoms or groups. As they contain four hydrogen atoms less than 
the saturated cyclic menthane, C;oH29, they must have a second 
closed chain in the molecule. Moreover, these compounds and 
their derivatives are closely related to cymene, most of them being 
convertible into it or kindred substances. Investigation has shown 
that the formation of the second ring can take place in three different 
ways, as the formule indicate: 


СН; СНз 
СН 
H.C \ CH, н CH 
єн, NM ; CH; 10 CH , 
H.C CH H.C CHg 
^ 7 
H CH 
Carane Pinane 
СНз 
C 


„л CHa 
CH,-C-CH,| . 


H,C CHa 


CH 


Camphane 
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The tertiary carbon atom takes part in the formation of the 
ring, or " bridge-formation." Carane has a trimethylene-ring, 
pinane a tetramethylene-ring, and camphane a pentamethylenc- 
ring. Several members of these three groups will be considered. 

Carane itself is unknown, but there is a synthetic derivative, 
carone, which is not a natural product. It has the structural 
formula 

СН; 


^ 
H.C СО 
He ON 
М. CH; 
CH— C< CH; 
Ca 


rone 


for opening of the trimethylene-ring at 3:8 yields derivatives of 
p-cymene, and at 4:8 derivatives of m-cymene. 

Pinene is the typical member of the pinane-group. It is the 
principal constituent of the various oils of turpentine, and is, 
therefore, also of technical importance. It is optically active, a 
dextro-rotatory, a levo-rotatory, and an inactive modification being 
known. It boils at 156°. The presence of a double bond is proved 
by addition of one molecule of hydrochloric acid, the dry gas pre- 
cipitating from cooled oil of turpentine a compound of the formula 
CioHie-HCl, called ‘‘ artificial camphor,” which resembles camphor 
both in appearance and odour. Pinene also readily forms an 
addition-product with nitrosyl chloride. Pinene has the formula 


СН; 


HC? H.C CH, УСН 
Yo 
H,C CH, 


I 


CH 
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'The presence of a tetramethylene-ring is assumed in order to ex- 
plain the constitution of oxidation-products of pinene, such as 
pinonic acid and pinic acid, and for other reasons. Under the 
influence of benzenesulphonic acid, pinene in acetic-acid solution 
combines with one molecule of water to form terpineol, the 
tetramethylene-ring being opened. This transformation indi- 
cates the position of the double bond. 


CAMPHORS. 


370. Ordinary camphor, C,oH 160, is the most important mem- 
ber of the camphane-group. No other organic compound has been 
so much investigated, or from such widely different points of 
view. Ordinary, dextro-rotatory, ‘‘ Japan camphor ” is obtained 
by the steam-distillation of the bark of the camphor-tree. It 
forms a white, soft, crystalline mass of characteristic odour, and 
sublimes even at the ordinary temperature. It melts at 175-7°, 
and boils at 209. 1°. 


The camphor-odour is characteristic of many compounds in which 
all the hydrogen atoms attached to one carbon atom have been 
replaced. Very few of the relations between odour and chemical 
constitution have been discovered. Compounds of widely divergent 
chemical structure often have a very similar odour, as with artificial 
and natural musk. Other substances closely related from the chem- 
ical standpoint exhibit complete dissimilarity in smell. This phe- 
nomenon is exemplified by the chlorophenols, the ortho-compound 
in a very dilute condition having a powerful odour like that of 
iodoform; the smell of the meta-compound and the para-compound 
is much less pronounced, and resembles that of unsubstituted phenol. 


Camphor is a saturated ketone—saturated because it does not 
yield addition-products, and a ketone because it forms an oxime. 
Reduction converts it into a secondary alcohol, borneol or ** Borneo 
camphor ^: 


СН,в.СО +2Н = СН в. СНОН. 
Camphor Borneol 

In addition to the carbonyl-group, the camphor molecule con- 
tains a methylene-group, for it has the properties of compounds 
with the group—CH2-CO—. As explained in 199, the hydrogen 


` 
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of such a methylene-group can be replaced by the oxime group by 
the action of amyl nitrite and hydrochloric acid. Camphor reacts 
similarly, these reagents converting it into. isonttrosocamphor, 
which melts at 153°: 


oti | = CsHı <L iie 


Camphor isoNitrosocam phor 


Elimination of the oxime-group from isonitrosocamphor yields 
camphor-quinone, 


C$H, SS 


On treatment with hydrogen peroxide, this compound is oxidized, 
forming the anhydride of camphoric acid, 


CsHis< DH. 


which can also be obtained directly from camphor by oxidation 
with nitric acid. It follows that, given the constitution of cam- 
phoric acid, that of camphor can be inferred. 

Ordinary camphoric acid is dextro-rotatory, and melts at 187°. 
Four optically active camphoric acids are known: dextro-rotatory 
and levo-rotatory camphoric acid, and dextro-rotatory and levo- 
rotatory isocamphoric acid, with the same constitution as camphoric 
acid. These facts indicate that the molecule of camphorie acid 
must contain two dissimilar asymmetric C-atoms (188). 

Energetic oxidation converts camphoric acid into the tribasic, 
optically active camphoronic acid, the constitution of which follows 
from its synthesis, and from its decomposition-products when sub- 
mitted to dry distillation. This process decomposes it into tri- 
methylsuccinic acid, zsobutyric acid, carbon dioxide, and carbon: 


(CH3)4C-COOH (CH3),C-COOH 
CHa- uis = CH;-CH-COOH+ 
CH5;-COOH -+C +H +СОз 


Camphoronic acid 
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and (CH3)2CH-COOH + 
CH3\ 
+ CH, /CH-COOH + 
+ СО». | 


From these facts it is possible to deduce a formula for camphoric 
acid, which also accounts for its other properties: 


COOH COOH CH4;,— —CH— —COOH 


| 
CH4—C—CHg E 


g—— — C— ——C00H H4— —C———— —COOH 





Hs Ha 
Camphoronio acid Camphorie acid 
CH54— —CH CH; 
СН; | 3 е 
H4———C- 
Н; 
Camphor 


This structural formula for camphor was originally proposed by 
BrepT. His view has been confirmed by the synthesis of camphor, 
effected by W. H. PERKIN, JUN. and THoRPE, and by Komppa, 
but the details of the processes involved are beyond the scope of 
this work. The formula of camphor contains two dissimilar, 
asymmetric C-atoms, represented in dalic. 

The position of the carbonyl-group in camphor follows from its 
conversion into carvacrol by the action of iodine: in this compound 
the hydroxyl-group is in the ortho-position to the methyl-group 
(368). | 

Borneol contains a CHOH-group instead of the CO-group present 
in camphor. By replacement of the hydroxyl-group by iodine, it 
yields bornyl iodide, which can be reduced to camphane: 


Cc cur ES 
CH;—C—CH;s ө 


СНз 
Camphane 
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According to the formula, the conversion of CO into CHe should 
destroy the asymmetry of both the asymmetric C-atoms of cam- 
phor, and camphane is, in fact, optically inactive. 

The formula of camphor contains an isopropyl-group and 
therefore accounts for the conversion of camphor into cymene 
by heating with phosphorus pentasulphide. The complete 
synthesis of camphoric acid previously mentioned has definitely 
settled the constitution of this acid, and that of camphor itself. 


In the chemistry of the terpenes and camphors molecular refrac- 
tion has been an important aid in confirming structural formulae 
based on purely chemical methods, and also in indicating the correct 
formulae in cases to which chemical processes are inapplicable. 

Example.—A camphor derivative, thujone or tanacetone, CioH:.0, 
has the molecular refraction #4, =44°78; while that calculated for 
a saturated ketone C,oHi.O is 44°11; and for a ketone C,.H;.O with 
one double carbon bond 45°82. The fact of the observed molecular 
refraction being intermediate between these two values indicates 
the presence of a trimethylene-ring. 


POLYTERPENES. 


The polyterpenes include a number of compounds of the for- 
mula (CsHs),, n being greater than 2. 

The most important member of the class is caoutchouc or 
india-rubber, the latez or coagulated milky juice of various tropical 
plants, chief among them Hevea brasihensis. Caoutchouc is 
purified. by dissolving in it chloroform or another solvent, and 
precipitating it with alcohol in a white, amorphous form. It is 
vulcanized by the action of sulphur or sulphur monochloride, 
SeCle, a process considerably augmenting its elasticity and 
durability. Unvulcanized caoutchouec becomes sticky at 30°, 
and loses its elastici:, at 0°. Over-vulcanization yields ebonite 
or vulcanite. 

Ozonized air reacts with a solution of caoutchouc in chloroform, 
with production of an ozonide in the form of a vitreous mass. 
This substance has the empirical formula CsHsQOs, but its molecu- 
lar weight must be much higher than that indicated by this 
formula. The ozonide is quantitatively converted by water into 


laevulaldehyde, CH; -CO-CHz-CH2-CH, and a peroxide of this 
substance. 


- 
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On addition of a molecule of hydrogen chloride to caoutchouc, 
followed by elimination of the chloride, a compound of the formula 
(CsHs), is formed. Ozonization of this substance and decomposi- 
tion of the ozonide yields not only lzvulaldehyde, but diacetyl- 
propane, CH3-CO-(CH2)3-CO-CHs, and small proportions of a 
triketone and a tetraketone. On the basis of these facts and others 
observed by him, Harries assumes caoutchouc to have a ring 
of twenty carbon atoms, formed by regular repetition of the 
group CH3 © ‚СН».СН».СН==. 


The great technical importance of caoutchouc has led in recent 
years to many attempts to prepare it synthetically. Although 
polymerization of isoprene (127) readily yields a product capable 
of undergoing vulcanization and characterized by a great resem- 
blance to caoutchouc, the synthetic derivative lacks the funda- 
mental properties constituting the basis of the great practical 
importance of natural caoutchouc. Despite numerous attempts, 
and the possibility of preparing isoprene on the large scale, no 
technically applicable method for the production of caoutchouc 
has hitherto been discovered. 


BENZENE-NUCLEI LINKED TOGETHER DIRECTLY, OR 
INDIRECTLY BY CARBON. 


371. The simplest possible compound of this nature is one con- 
taining two benzene-nuclei directly linked together. In addition, 
there are compounds with the benzene-nuclei indirectly connected 
by a carbon atom, or by a chain of carbon atoms. A few typical 
examples will be cited. 


Diphenyl, CgHs°CeHs. 
Diphenyl can be prepared by heating iodobenzene with finely- 
divided copper at 220°. A better procedure is to pass benzene- 
vapour through a red-hot iron tube: ~ 


2CeHe = Ci2Hi0 + He. 


Another method for the preparation of the derivatives of dipheny], 
the conversion of hydrazobenzene into benzidine, is mentioned in 
301. On removal of the amino-groups from benzidine by means of 
the diazo-reaction, diphenyl remains. This method of formation 
also affords a proof of the constitution of benzidine. 

Oxidation converts dipheny) into benzoic acid. This reaction 
and its synthesis prove its constitution. 

Diphenyl forms large, tabular, colourless crystals, readily soluble 
in alcohol and ether. It melts at 71°, and boils at 254°. 

The isomeric substitution-products of dipheny] are much more 
numerous than those of benzene, as the scheme indicates: 





Diphenyl 


A monosubstitution-product can exist in three isomeric forms, the 

substituent being in the ortho-position, meta-position, or para-pcsi- 

tion to the bond between the benzene-nuclei. In a disubstitution- 
540 
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tion to the bond between the benzene-nuclei. In a disubstitution- 
produet, both substituents may be linked to the same benzene- 
nucleus, or to different benzene-nuclei, and so on. 

Benzidine is of technical importance, because many of the azo- 
dyes are derived from it. 


Diphenylmethane, CoH;: CHa- CeH;. 


372. Diphenylmethane can be obtained from benzyl chloride, 
CsH,-CH,Cl, or from methylene chloride, CHCl, by means of 
benzene and aluminium chloride. Its homologues are obtained by 
the action of benzene and concentrated sulphuric acid upon alde- 
hydes. Thus, acetaldehyde yields unsymmetrical diphenylethane: 


CH,-CHO-- OR эч CH,-CH « CH HaO. 


When derivatives of benzene are substituted for benzene itself, 
many derivatives of diphenylmethane can be obtained by the 
application of these syntheses. 

Diphenylmethane is crystalline. It melts at 26?, boils at 262^, 
and has an odour resembling that of orange-peel. Oxidation with 
chromic acid converts into benzophenone (316). 


A derivative of diphenylmethane, in which the benzene-nuclei 
CH, 

are directly linked, is Яшем, | DOH It is formed by leading 
é 


the vapour of diphenylmethane through a red-hot tube. From 
alcohol it crystallizes in leaflets: the erystals are fluorescent, a cir- 
eumstance which gave this compound its name. It melts at 113°, 
and boils at 295°. It yields red needles with picric acid. 

The constitution of fluorene is thus established. It is converted 
by the action of oxidizing agents into diphenyleneketone, the formula 


C 
of which, | * "NCO, is established by its formation when the cal 


HÀ 
C,H, СО о. 
cium salt of diphenic acid, | Cs, is distilled. Diphenic 
C, 4* COO 


acid, for its part, is obtained from m-hydrasobenzoic acid by the 
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benzidine-transformation (301), and subsequent elimination of the 
; amino-groups: 


D H—N ©), — HN "— | “SNH, 
COOH HOOC HOOC COOH 

It follows that the carbonyl-group in diphenyleneketone is linked at 
the ortho-position in both the benzene-nuclei: it has, therefore, the 
structure 


< У— У and fluorene w— <><) 
v. MZ 


CH, 


This view receives confirmation from the fact that phthalic acid is 
the only product obtained by its oxidation. 

The hydrogen of the CH:-group in fluorene can be replaced by 
potassium. Oxidation of fluorene with lead oxide at 310°-330° 
yields di-diphenylene-ethylene, | 


CH, . „CAL 
bL , 


which melts at 188°. It is characterized by its deep-red colour, 
most hydrocarbons being colourless, at least in thin layers (288). 


Triphenylmethane and its Derivatives. 


373. Triphenylmethane, CH (CeHs)3, is formed from benzal chlor- 
ide, CsHs-CHCle, by the action of benzene and aluminium chloride; 
from benzaldehyde and benzene in presence of a dehydrating agent, 
such as zinc chloride; and from the interaction of chloroform and 
benzene in presence of aluminium chloride. It crystallizes in beau- 
tiful, colourless prisms melting at 93°. Its boiling-point is 359°. 

A series of important dyes, the rosanilines, is derived from this 
hydrocarbon. Triphenylmethane itself is not employed as a basis 
for their preparation, but simpler substances which are converted 
into its derivatives. The formation of the dye takes place in three 
stages: malachite-green furnishes an example. 
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When benzaldehyde and dimethylaniline are heated with 
zinc chloride, tetramethyldiaminotriphenylmethane is formed: 


H 
N(CH . H4N(CH 
50 agno ( 3)2 = HO + T 4 ( aa 


N < Умен.) eH4N (CH3)g 


The carbon atom of the aldehyde group, therefore, furnishes the 
* methane carbon atom " of triphenylmethane. 

This substance is also called leucomalachite-green. It is con- 
verted by oxidation with PbO», in hydrochloric-acid solution, into 
CeHaC[CeH4N (CHa)2]; 

OH 

crystalline substance, like the leuco-compound from which it is 
derived. Being an amino-base, it is capable of yielding salts: thus, 
it dissolves in acids with the formation of colourless salts. When 
such a solution is warmed, water is eliminated, and the deep-green 
dye produced. The dye, either as a double salt with zinc chloride, 
or as an oxalate, is known as malachite-green. Theelimination of 
water may be represented in several ways; it is usually supposed 
to take place thus: 


the corresponding carbinol, , & colourless, 


M 
date -N(CH3)s-[H]ct 


—H,0 


CHN (СНз). НОТ 


mma СНС ө 
i O TN 


Quinonoid pe 


This “ quinonoid reaction” is analogous to the formation of 
quinone from quinol, in which the colourless quinol is converted 
into the deep-yellow quinone. 


The conversion into a quinonoid form also explains many other 
instances of the formation of coloured substances; for example, the 
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conversion of the colourless phenolphthalein (348) into its red metal- 
lic derivative. 

BERNTHSEN has proved that this indicator in the colourless 
state is a lactone, ? 


C(C.H.OH)s 
CHO ; 
So 


but that its red salts are derivatives of a carboxylic acid containing 
& quinonoid-group, 


uii 
| NCGHOH 
CH, . 
Me* 


When the phenolphthalein is regenerated from this salt by the action 
of an acid, it changes, like the pseudo-acids (322), into the colour- 
less lactone-form, the transformation in this case being instantaneous. 

The distinguishing characteristic of the group > С.Н, < is its 
strongly marked chromophore character. 

The nitrophenols constitute one of the many examples of this 
phenomenon. In the pure state both they and their ethers are 
quite colourless, but their salts are highly coloured. It has, however 
been possible to prepare highly coloured ethers of the nitrophenols, 
and by various reactions to transform them into colourless ethers 
with the same molecular weight. The isomerism of these compounds 
is explicable on the E for the colourless derivatives of the 


normal structure ол. R’ and for the coloured products of the 


quinonoid structure on™ , the nitrophenols being regarded 


as pseudo-acids with a quinonoid aci-form. 

Von Barrer has pointed out that the development of colour 
is not always due to transformation into a quinonoid form. The 
intensely coloured acid salts of triantsylcarbinol, (CH,O+-C,.H,),C-OH, 
and of similar compounds undoubtedly are not quinonoids. Their 
colour is probably caused by intramolecular rearrangement of an ob- 


scure type. Von Barrer has named this phenomenon Aalochromy. 


* Me represents one equivalent of a metal, 
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374. The three stages necessary to the formation of the dye, 
may, therefore, be defined as follows. 


1. Formation of a leuco-base (colourless), a derivative of 
HC(CeH4NH23)a, 

2. Formation of a colour-base (colourless), a derivative of 
HO-C(CeH4NHa)s. 

3. Formation of the dye, a derivative of 


(CHN Ha, HCI) 
CeH4N Ho. Cl . 


Reduction reconverts the dyes into their leuco-bases, two 
hydrogen atoms being taken up during the reaction. 


Crystal-violet (hexamethyltriaminotriphenylmethane) furnishes an 
excellent example of a phenomenon also exhibited by other ana- 
logous basic substances. When an equivalent quantity of an alkali 
is added to a salt of crystal-violet, the liquid still remains coloured, 
has a strong alkaline reaction, and conducts an electric current. 
On standing, the solution slowly becomes colourless, when it is no 
longer alkaline, and its electric conductivity has fallen to that of 
the alkali-metal salt present in the liquid. The liquid now contains 
a colour-base. These phenomena are analogous to the conversion of 
acids into pseudo-acids (322). For this reason the colour-base may 
be looked upon as a pseudo-base. Thus, on addition of the equiva- 
lent quantity of NaOH to crystal-violet, the true base, 


(CH;),N -Q,H — (CH 
(CH,),N-C,H,> C= Non” 


is at first present in the solution: after standing for several hours at 
25°, however, this true base changes into the colour-base (pseudo- 
base), 


(СН,),№ CH, >C QHN (СН›);. 
(СН,),№ СН, OH 


HaNTzscH has been able to identify as pseudo-bases substances 
other than those mentioned. 
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Pararosaniline is obtained by the oxidation of a mixture 
of p-toluidine (1 molecule) and aniline (2:molecules) by means of 
arsenic acid or nitrobenzene. The methyl-group of to‘uidine thus 
furnishes the ‘‘ methane carbon atom ”’ of triphenylmethane: 


cu, CHE: -NH2 / vos NH3 
CgHs- N H; +30 = HO—CCGH,NH; +2H,0. 
CH,- NH, NGEHNH: 


This colour-base dissolves in acids, forming a red dye: it can be 
reprecipitated by alkalis. It is transformed by reduction with zinc- 
dust and hydrochloric acid into paraleucaniline, HC(CgH4NHo)s, 
a colourless, crystalline substance which melts at 148°, and is recon- 
verted into the colour-base by oxidation. The constitution of 
paraleucaniline is indicated by the formation of triphenylmethane 
on elimination of its &mino-groups by diazotization. On the 
other hand, paraleucaniline can be obtained by the nitration of 
triphenylmethane, &nd subsequent reduction of the trinitro- 
derivative thus formed. Paraleucaniline is converted by oxidation 
into triaminotriphenylcarbinol, which, like malachite-green, loses 
water under the influence of acids, forming the dye: 


Bo Ha. / oN 
Gam = CC—CeH4NHg 
Канн но 


NOH4: NH3-CL 


Another important dye related to triphenylmethane is rosaniline. 
Its preparation is similarly effected by oxidizing a mixture of ani- 
line, o-toluidine, and p-toluidine in equimolecular proportions with 
arsenic acid, mercuric nitrate, or nitrobenzene. In this reaction the 
methane carbon atom is obtained from p-toluidine as follows: 


ө МН..С6Н,.СНз +- CeHa(CHa)N] Н+ CeHs- МН. + 


p-Toluidine 
CeHs 7 СвНз < 
+ ЗО = 2Н,О+НО.СҖ-С6ьНМН. — che w CHINH 
CSH4NHa OH: NHa- Cl. 
Colour-base Magenta 


The chloride obtained from the rosaniline colour Danes by 
combination with one equivalent of hydrochloric acid and elimina- 








$ 374] TRIPHENYLMETHANE DYES. 547 


tion of one molecule of water, is called magenta. This substance 
forms beautiful green crystals with a metallic lustre, which dis- 
solve in water, yielding a solution of an intense deep-red colour. 

The colour of the magenta solution is due to the univalent 
cation, (CopHapN3), because such solutions are almost completely 
ionized, as the slight increase of their molecular conductivity on 
further dilution shows. Moreover, the solutions of all the 
magenta galts—chloride, bromide, sulphate, etc.—exhibit the 
same absorption-spectrum for solutions of equimolecular con- 
centration, an indication of the presence of a constituent common 
to all of them (the cation). | 


. — The salts containing three equivalents of acid are yellow, the red, 
univalent cation having been converted into the yellow, tervalent 
cation: in consequence, magenta dissolved in excess of hydrochloric 
acid yields a nearly colourless solution. These salts are, however, 
very readily hydrolyzed: the red colour reappears when this solution 
in hydrochloric ‘acid is poured into water. 

t 

Many derivatives of pararosaniline and rosàniline are known in 

which the hydrogen atoms of the amino-group have bcen replaced 
by alkyl-radicals. They are all dyes. The violet colour becomes 
deeper as the number of methyl-groups present increases (341). 
Pentamethylpararosaniline has the trade-name ‘methyl-violet.” 
When one hydrogen atom in each of the amino-groups of rosaniline 
is replaced by phenyl, a blue dye is formed, called ‘‘aniline-blue.”’ 


Methyl-violet is obtained by the oxidation of dimethylaniline with 
potassium chlorate and cupric chloride, the methane carbon atom 
being obtained from one of the methyl-groups. 

Aniline-blue, or ériphenylrosaniline hydrochloride, is formed by heat- 
ing rosaniline with aniline and a weak acid, such as benzoic acid, 
whereby the amino-groups in the rosaniline are replaced by anilino- 
groups, the ammonia set free entering into combination with the 
acid. This process in analogous to the formation of diphenylamine 
from aniline hydrochloride and aniline (298). 


Dyes formed from hydroxyl-derivatives of triphenylmethane 
are also known, but are much less valuable than those just 
described, on account of the difficwty of fixing them. Rosolic 
acid, 
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obtained from rosaniline by diazotization, is an example of such 
dyes. 

Malachite-green and the pararosaniline and rosaniline dyes 
colour wool and silk directly, and calico after it has been mordanted. 

The phthaleins, dyes related to triphenylmethane, have been 
mentioned (348). 

375. GoMBERG has investigated the action of zinc upon a 
benzene solution of triphenylchloromethane: zinc chloride separates 
and the solution contains a compound which can be precipitated 
by addition of acetone or ethyl formate. This compound he 
regards as triphenylmethyl, (CeHs)3C—, with one free linking. Its 
power of forming addition-products is remarkable. It is at once 
oxidized by atmospheric oxygen to a perozide, 

(CgHs)s3C—O—O—C(CoeHs)s. 
It decolorizes iodine-solution instantaneously, furming triphenyl- 
methyl iodide. It yields addition-products with ether and many 
other compounds. 

A close investigation of triphenylmethyl has revealed the 
existence of two forms, one being colourless and the other yellow. 
The solid, colourless hydrocarbon is converted by solution into 
the yellow isomeride, the only highly reactive form. In solu- 
tion, the two modifications attain an equilibrium dependent on 
the temperature and the nature of the solvent. Since the mo- 
lecular weight indicated by the cryoscopic method corresponds 
with nearly twice the empirical formula, the equilibrium 


2(CeHs)3C = (CeHs)sC- C(CoHs)s 


Triphenylmethyl Hexaphenylethan 
requires the presence of only a small percentage of the yellow 
modification. 

The colourless form consists of hexaphenylethane, and the 
yellow isomeride of triphenylmethyl. In (íridiphenylmethyl, 
(C&H5-C&H4)3C, the unimolecular form predominates strongly, 
the solution having an intense violet colour. These compounds 
recall the parallel instance of nitrogen peroxide, known in 4 
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colourless form, N204, and in a yellowish-brown modification, 
NOs. Like triphenylmethyl, the simpler form of nitrogen per- 
oxide is characterized by its abnormal condition of unsaturation. 

In two respects these compounds are very remarkable: first, 
triphenylmethyl contains & tervalent carbon atom; second, the 
carbon linking in hexaphenylethane can be severed with extraor- 
dinary ease, even by mere solution in benzene or other solvents. 
Among the reasons for assuming the colourless compound to be 
hexaphenylethane is its analogy to peniaphenylethane, a sub- 
stance readily decomposed at high temperature, but proved by 
its synthesis to have the structure (CgHs)3C-CH(CeHs)2. 

Since the existence of a compound with a free carbon linking was 
revealed by this research, a number of other compounds of similar 
character has been discovered. In contact with potassium, an 
ethereal solution of an aromatic ketone, such as benzophenone, 
develops a very intense colour, the change being probably occasioned 


R K 
by the formation of a compound of the formula Sot . The 
R’ 


unchanged boiling-point of the liquid after complete solution of the 
potassium points to the presence of the same number of molecules, 
and is an argument against the double formula. Such compounds 
are also instantly oxidized on contact with air. l 

Compounds containing a bivalent nitrogen atom with a free 
linking have also been prepared. Oxidation of diphenylamine 
yields tetraphenylhydrazine: 


CH, CH, С.Н, С.Н, 
| NH +0+HN = H:0 + Dvn . 
С.Н, CH, CH; С.Н, 
In solution in toluene at 90°, this compound dissociates, although only 
С.Н, 
to a slight extent. The free diphenylnitrogen, YN —,is much 
С.Н, 


less stable than triphenylmethyl. Its hot solution combines quanti- 
tatively with nitric oxide to form diphenylnitrosoamine, and with 
triphenylmethyl it yields a compound of the formula 
| (C.H.);C—N(C,.H,):. 
Like triphenylmethyl, the. free compounds R,N— are intensely 
coloured. The solution of tetra-anisylhydrazine, 


(CH,O-C,H,);N—N(C,H,-OCH,)s, 
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illustrates this characteristic. At ordinary temperature it is almost 
colourless; on warming, it becomes deep green; on cooling, the 
colour vanishes. 

According to the law of BEER, solutions containing the same 
quantity of colouring matter in different amounts of the solvent 
exhibit the same light absorption when the thickness of the liquid 
layer is inversely proportional to the concentration, since under 
these conditions the light in transit encounters the same number of 
molecules of colouring matter. For dissociated substances the law 
does not hold, for the degree of dissociation varies with the dilution. 
On this fact is based a method of determining dissociation. Its 
application to tetra-anisylhydrazine has proved a 0-05 per cent. 
solution in benzene to be 3-2 times as much dissociated as a 0°3 
per cent. solution in the same solvent. 

Although this compound undergoes only slight dissociation, 
tetra (p-dimethylamino)-tetraphenylhydrazine, 


[(CH;;N - CH,];N —N[CH, - N(CH3)4]; 
in nitrobenzene solution is dissociated to the extent of 21 per cent. 


Dibenzyl and its Derivatives. 
376. Dibenzyl, CeHs-CH2-CH2-CgHs, can be obtained by the 
action of sodium upon benzyl chloride: : 


CeHs-CH,|Cl +Nao +Cl|CH,-CeH, = СвН»ь,СН»&.СН».СєН; --2NaCI. 


This method of formation shows it to be symmetrical diphenyl- 
ethane. It melts at 52°. 


Symmetrical diphenylethylene, CSH,-CH:CH-C,H;, M.P. 125°, is 
called stilbene. It can be obtained by various methods: for example, 
by heating an aqueous solution of phenylsodionitromethane, which 
is thereby decomposed into stilbene and sodium nitrite: 


2C,.H,-CH:NO-ONa = C,H,-CH:CH-C,H,; -2NaNO,. 


Stilbene forms an addition-product with bromine, from which 
tolan, CsH,°C =C-C,H,, is produced by elimination of 2HBr. Tolan 
can be reconverted into stilbene by careful reduction. 

p-Diaminostilbene, NH,:.C,H,.CH:CH-C,H,-NH;,, can be ob- 
tained by treatment of p-nitrobenzyl chloride, CIH,;C-C,H,-NO,, 
with alcoholic potash, and subsequent reduction of the p-dinitro- 
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stilbene thus formed. It is used as a basis for the preparation of 
certain dyes. 


Derivatives of dibenzyl are got by the condensation of benzal- 
dehyde in presence of potassium cyanide. For example, benzoin 
is thus formed: 


Cols CH” 90-CeHs = CsHs-CO-CHOH -CoH 
Bensotn 


It has the character of a keto-alcohol, since it takes up two 
hydrogen atoms, with formation of a dihydric alcohol, hydro- 
benzoin, CgH;-CHOH-CHOH-CgHs. On oxidation it yields a 
diketone, benzil, CsgH;-CO-CO-CgHs. Benzoin contains the group 
—CHOH -CO—, which is present in the sugars (202). It also pos- 
sesses properties characteristic of the sugars: thus, it reduces an 
alkaline copper solution, and yields an osazone. 

Benzil is a yellow, crystalline substance. As a diketone it 
unites with two molecules of hydroxylamine to form a dioxime. 

When heated with alcoholic potash, benzil takes up one mole- 
cule of water, undergoing an intramolecular transformation, with 
production of benzilic acid, a reaction analogous to the formation of 
pinacolin from pinacone (150): 

OH 
CoHs-CO-CO-CeHs+H,0 = QR > C< Oeh 


Benzilic acid 


CONDENSED BENZENE-NUCLEI. 


377. Condensed-ring compounds contain two or more closed 
chains, with C-atoms common to both. Such compounds are pres- 
ent in the higher-boiling fractions of coal-tar (286). Next to the 
phenols, naphthalene is the principal constituent of the second 
fraction, carbolic oil, and of the third fraction, creosote-oil. The 
anthracene-oil contains anthracene and phenanthrene, and other 
hydrocarbons. These three compounds and some of their deriva- 
tives will be described. 


I NAPHTHALENE, C,,Hs. 


Naphthalene is present in con:iderable proportion in coal- 
tar, from which it is readily obtained pure. On cooling, the crude 
- crystals of naphthalene precipitate from the fraction distilling 
between 170° and 230°. The liquid impurities are pressed out, and 
are further eliminated by conversion into non-volatile sulphonic 
acids on warming the crude product with small quantities of con- 
centrated sulphuric acid, and distilling with steam or subliming. 
The process yields pure naphthalene. 

Naphthalene crystallizes in shining plates, melting at 80°, and 
boiling at 218°. It is insoluble in water, but readily soluble in hot, 
alcohol and ether: it dissolves to a very small extent in cold alcohol. 
It has a characteristic odour, and is very volatile. It is always 
present in coal-gas, the illuminating power of which is to a large 
extent due to its presence. It is extensively employed in the 
manufacture of dyes. 

The formation of naphthalene on passing the vapours of many 
compounds through a red-hot tube, a process somewhat similar to 
that which takes place in the retorts of the gas-works (286), ex- 
plains ita occurrence in coal-tar. 

552 
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The constitution of naphthalene is proved in 355 іо ђе 


H H 
H 


H 


This view is confirmed by two syntheses. 
1. o-Xylylene bromide is converted by treatment with tetraethyl 
disodioethanetetracarboxylate into teiraethyl hydronaphthalenetetra- 


carboxylate: 
H,Br NaC( Н,) CH,—C( H 
ag Pe COOG Hs): HC 2 HUGHES 
NOH,Br ‚ Мас‹соос,н,), CH,—C(COOC,H,), 


On saponification, this compound loses two molecules of carbon 
dioxide, forming hydronaphthalenedicarborylic acid: 


pe ,CH,—CH-CO0H 
“\cH,—CH-COCH’ 


The silver salt of this acid readily gives up two molecules of carbon 
dioxide and two atoms of hydrogen, yielding naphthalene. 

2. On heating, phenylvinylacetic acid is converted into a-napha 
thol, a hydroxy-derivative of naphthalene: 


HO 
Phenylvinylacetic acid e-Naphthol 


Naphthalene behaves in all respects as an aromatic hydrocarbon. 
With nitric acid it yields a nitro-derivative; with sulphuric acid a 
sulphonic acid: its hydroxyl-derivatives have the phenolic charac- 
ter: the amino-compounds undergo the diazo-reaction: etc. 


For naphthalene, as for benzene (283), no formula indicating its 
internal structure and satisfactorily accounting for its properties has 


been proposed. 
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Formula I. (Fig. 85) is analogous to the centric formula for ben- 
gene: it is difficult to represent its configuration in space. 


z L. 
I Ei 


Fia. 85. Fia. 86. Fic. 87. 


Fia. 85.—CENTRIC NAPHTHALENE-FORMULA. 
Fic. 86.—THIELE’s NAPHTHALENE-FORMULA. 
Fig. 87.—SumpLE NAPHTHALENE-FORMULA. 


THIELE has suggested formula II. (Fig. 86), with inactive double 
linkings (283), and of those put forward it seems to give the best 
expression to the properties of naphthalene. The question of what 
formula most accurately represents the internal structure of the 
naphthalene molecule is, however, of no practical importance, for, 
the simple scheme III. (Fig. 87), which leaves the problem unsolved, 
fully accounts for the isomerism of the derivatives of naphthalene. 


As with benzene, partial hydrogenation of naphthalene changes 
its characteristic aromatic character; for naphthalene dihydride, 
CioH;o, adds bromine as readily as compounds with double 
linkings. 

378. Naphthalene yields a much greater number of substitu- 
tion-products than benzene, the number obtained corresponding 
with those theoretically possible for a compound with the for- 
mula in 377. This fact supports the constitution indicated. 

A compound of the formula 





HS 8 
5 4 = 


must yield two isomeric monosubstitution-products. Substitution 
can take place at a carbon atom directly linked to one of the two 
C-atoms common to both rings (1, 4, 5, or 8), or at one of the others 
(2, 3, 6, or 7), which are also similar to one another. ‘Two series 
of moncsubstitution-products are in fact known: those in which 
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the hydrogen at 1, 4, 5, or 8 has been replaced are called a-deriva- 
tives; when hydrogen is substituted &t 2, 3, 6, or 7, the products 
are termed -derivatives. 

A great number of disubstitution-products i is possible: for two 
similar substituents it is 10, and for two dissimilar substituents 14. 
Many of them have been obtained. The ten isomerides are denoted 
by the numbers 


1:2, 1:3, 1:4, 1:5, 1:6, 1:7, 1:8, 2:3, 2:6, 2:7. 


In any other arrangement the grouping is identical with one of 
these: thus, 2:5=1:6, and 3:6=2:7, etc. For three similar sub- 
stituents the number of possible isomerides is much greater, and 
still greater for three dissimilar ones. The disubstitution-products 
with the substituents in the same ring are called ortho, meta, and 
para. When they are in different rings, the compounds are usually 
distinguished by numbers, or sometimes by letters: thus, a com- 
pound 4:5 is also denoted by aa’, and one 3:6 by BP". The positions 
1:8 and 4:5 are also cailed the peri-positions: in certain respects 
they resemble the ortho-positions. For example, peri-naphthalenedi- 
carboxylic acid, 


H 


? 


OOH 


resembles o-phthalic acid in its ability to form an anhydride. 

On account of the great number of isomerides, the orienta- 
tion of naphthalene derivatives is sometimes difficult, and the 
positions occupied by the substituents in many compounds are still 
uncertain. The same method of orientation is employed as for the 
benzene derivatives, the conversion of compounds with side-chains 
in unknown positions into others with substituents in positions | 
that have been determined. 

Oxidation is another important aid in their orientation, and is 
employed to determine whether the substituents are attached to 
the same ring, or to different rings, as well as their position relative 
to one another. Thus, suppose the position of the nitro-groups 
in a dinitronaphthalene has to be determined. If it yields phthalic 
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acid on oxidation, the two nitro-groups must be in union with the 
same ring, that one which’ has been removed by oxidation. If a 
dinitrophthalic acid is formed, this also proves that the two nitro- 
groups are linked to thy same ring, and the orientation of these 
groups in this acid should indicate their relative position in the 
naphthalene derivative. Lastly, if oxidation yields a mononitro- 
phthalic acid, one nitro-group is attached to each ring, and orienta- 
tion of the mononitrophthalic aeid obtained will determine the 
position of one of the nitro-groups. ` 


Substitution-products. 


379. The homologues of naphthalene — methyl-derivatives, 
ethyl-derivatives, etc.—are unimportant. They can be prepared 
by Frrria’s method, or that of FrrepEL and CraFrs (287, 1 and 2). 


a-Methylnaphthalene is a liquid, and boils at 240°-242°: B-methyl- 
naphthalene is a solid, and melts at 32°. Both are present in coal- 
tar. On oxidation, they yield a-naphthoic acid and B-naphthoic acid 
respectively, which resemble benzoic acid in their properties. The 
naphtholc acids are converted into naphthalene by distillation with 
lime. 

a-Chloronaphthalene and a-bromonaphthalene are respectively 
formed by the action of chlorine and bromine upon boiling naph- 
thalene. Although their halogen atom is not so firmly linked as 
that in monochlorobenzene or monobromobenzene (289), they are 
not decomposed by boiling with alkalis. A similar stability 
characterizes the corresponding f-compounds, which аге not 
obtained by the direct action of halogens upon naphthalene, but 
can be prepared from other $-compoünds, such as amino-deriva- 
tives, sulpho-derivatives, etc., by the methods described under 
benzene (307, 4). 

The product obtained by the action of concentrated nitric 
acid upon naphthalene is very important for the orientation of 
the naphthalene derivatives. It is a-nitronaphthalene, M.P. 61°, 
which is proved to belong to the a-series by-its conversion into 
the same naphthol as is obtained from phenylvinylacetic acid (377). 

The position of the substituents in a great number of mono- 
aubstitution-products can be determined from a knowledge of that 
ef the nitro-group ip this nitronaphthalene, for the nitro-group 
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can be reduced to an amino-group, which is replaceable by numer- 
ous atoms or groups by means of the diazo-reaction. If a mono- 
substituted naphthalene is known to be an a-compound, its iso- 
meride must belong to the f-series. sis 

a-Nitronaphthalene is & yellow, crystalline compound, and 
melts at 61°. The corresponding f-compound is similar, and 
melts at 79°. It is obtained by diazotizing 2-nitro-a-naphthyl- 
amine. 

On heating naphthalene with concentrated sulphuric acid 
at a temperature not exceeding 80°, a-naphthalenemonosul phonic 
acid is chiefly formed: at 160° the @-acid is the principal product, 
owing to the conversion of the a-compound into its 6-isomeride. 
Both are crystalline and very hygroscopic. 

On fusion with caustic potash, the naphthalenesulphonic acids 
are converted into naphthols, CjpH7-OH, with properties very simi- 
lar to those of phenol. They are present in coal-tar. a-Naphthol 
melts at 95°, and boils at 282°: f-naphthol melts at 122°, and boils 
at 288°. The hydroxyl-group in these compounds can be replaced 
much more readily than-that in phenol. They dissolve in alkalis. 
With ferric chloride a-naphthol yields a flocculent, violet precipi- 
tate: -naphthol gives a green coloration, and a precipitate of 
B-dinaphthol, HO-CioHe-CipHg-OH. The violet precipitate 
- obtained with a-naphthol is possibly an iron derivative of 
a-dinaphthol. 

a-Naphthylamine and B-naphthylamine, Cj9H;- NH», can be 
obtained by the reduction of the corresponding nitro-derivatives, 
but are usually prepared by heating oa-naphthol and f-naphthol 
respectively with the &mmonia compound of zinc chloride or of 
calcium chloride. a@-Naphthylamine is a solid and is also 
formed by heating naphthalene with sodamide, NH2Na, 
above 200°, hydrogen being evolved. It melts at 50°, and 
has a fecal-like odour: #-naphthylamine melts at 112°, and is 
nearly odourless. A mode of distinguishing between the isomerides 
is afforded by the fact that the salts of the a-compound, but not 
the £-compound, give a blue precipitate with ferric chloride and 
other oxidizing agents. 


These bases are of technical importance, since the dyes of the 
congo-group and the benzopurpurins are derived from them, and pos- 
sess the important property of dyeing unmordanted cotton. 

Congo-red is formed by diazotizing benzidine, and treating the 
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product with a sulphonic acid of naphthylamine. The dye is the 
sodium salt of the acid thus formed: 


HN -C,H,—C.H,: NH; — Ci-N,-C,H,—C,H,-N,Cl +2C,,H, «XH. Р 
Bensidine Bensidinediasonium chloride — Naphthylam inesi: 
phonic acid 
AD CoHe N:N-CH,-GH,-N:N-CuH, NOE 
Congo-red 


The acid itself is blue. 

The benzopurpurins differ from congo-red only in having a 
methyl-group attached to each benzene-nucleus of the bensidine- 
group. 

380. Among the polysubstituted naphthalene derivatives is 
2:4-dinitro-a-naphthol, obtained by the action of nitric acid upon 
the monosulphonic or disulphonic acid of a-naphthol. Its sodium 
salt is Martius’s yellow: it dyes wool and silk directly a golden- 
yellow. Nitration of a-naphtholtrisulphonie acid yields dinitro- 
naphtholsulphonie acid, the potassium salt of which is naphthol- 
yellow: it resists the action of light better than Martius's yellow. 

Naphthionic acid is one of the longest-known naphthalene 
derivatives. It is 1:4-naphthylaminesulphonic acid, 


SO3H 
3 
МН» 


and results from the interaction of a-naphthylamine and sulphuric 

acid. It is crystalline, and only slightly soluble in water. It is 

manufactured for the preparation of congo-red and other dyes. 

Solutions of its salts display an intense reddish-blue fluorescence. 
Three quinones of naphthalene are known: 


Ob Od» 00° б 


a В amphi Bensoquinone 
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a-Naphthaquinone, CioHeO2, is formed by the oxidation of 
many a-derivatives, and of some di-derivatives, of naphthalene. 
It is usually prepared from naphthalene itself by oxidation with 
@ boiling solution of chromic acid in glacial acetic acid, a method 
of formation which has no parallel among those for the prepara- 
tion of the corresponding benzene derivatives. It crystallizes 
from alcohol in deep-yellow needles, melting at 125°. On oxi- 
dation, it yields phthalic acid, proving both oxygen atoms 
to be attached to the same ring. With hydroxylamine it yields 
an oxime. Knowing the structure of a-naphthaquinone, it is 
possible to determine that of other di-derivatives. If, on oxida- 
tion, they yield this quinone by elimination of the substituents, 
they must be 1:4-derivatives. 

B-Naphthaquinone, CyopHgO2, is formed by oxidation of 1:2- 
aminonaphthol. 

amphi-Naphthaquinone, or 2:6-naphthaquinone, is obtained by 


oxidation of a benzene-solution of the corresponding dihydroxy- © 


naphthalene with lead peroxide. 

The structural formule indicate that only in the amphi- 
isomeride is the arrangement of the CO-groups relative to the 
double bonds similar to that in benzoquinone; and these two 
quinones are very similar in chemical character. Both oxidize 
at once a cold, dilute solution of hydriodie acid, turn ferrous 
ferrocyanide blue, and oxidize sulphurous acid. a-Naphtha- 
quinone exhibits none of these characteristics, but resembles 
benzoquinone in odour and volatility. f-Naphthaquinone does 
not oxidize dilute hydriodic acid, but turns ferrous ferrocyanide 
blue, and oxidizes sulphurous acid. Like the amphi-derivative 
it is non-volatile, and therefore odourless. Each of the naphtha- 
quinones has a red colour. 


Addition-products. 


381. Naphthalene and its derivatives yield addition-products 
somewhat more readily than the benzene derivatives. 


All the intermediate hydrogenation-products of naphthalene from 
dihydronaphthalene, CiH, to decahydronaphthalene, CioHs, are 
known, each member having two hydrogen atoms more than its 
immediate predecessor. The first-named is obtained by the action of 


560 ORGANIC CHEMISTRY. [$ 381 


sodium and alcohol upon naphthalene. Oxidation converts it into 
— acid: 


H в, 
1202 06 s 
Hy СҮН HK CH:-COOH 
Naphthalene HH o-Phenylenediacetic acid 


Assuming that the formula given represents naphthalene, the hydro- 
gen is added to the conjugated double linking at the positions 1:4. 


When reduced with sodium and boiling amy! alcohol, #-naph- 
thylamine yields à tetrahydride, CjgH,,NH5, a compound with 
most of the properties characteristic of the aliphatic amines: it is 
strongly alkaline, absorbs carbon dioxide from the air, has an 
ammoniacal odour, and cannot be diazotized. All four hydrogen 
atoms are in union with the same ring as the amino-group, 


since, on oxidation with potassum permanganate, the compound is 
converted into the o-carboxylic acid of dihydrocinnamic acid, 


9. . 
Cst, < CH CH COOH, 


which must evidently result from a tetrahydride with the above 
structure if the oxidation takes place at the C-atom linked to the 
NHe-group. Moreover, the hydrogen addition-product does not 
take up bromine, another proof that the four H-atoms are attached 
to the same benzene-nucleus. The entrance of two hydrogen atoms 
into each ring would produce a compound with double bonds, 
capable of yielding an addition-product with bromine. 

The reduction-product may, therefore, be regarded as benzene 
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with a saturated side-chain, —CH.-CH2-CH(NH2)-CH2—, linked 
to two ortho-C-atoms. 

a-Naphthylamine can also be reduced by amy]! alcohol and 
sodium, but the tetrahydride formed is different in character from 
that obtained from f-naphthylamine, for it possesses all the proper- 
ties characteristic of the aromatic amines: it can be diazotized, 
and has no ammoniacal odour. Since, like f-naphthylamine, it 
forms no addition-product with bromine, its constitution is 


H, \ H 


H, H 
? 
B, H 


which proves that the four hydrogen atoms in it likewise are in 
union with the same nucleus, but not the one linked to the amino- 
group. In support of this view are its completely aromatic 
character, and the fact that, on oxidation with potassium per- 
manganate, the ring containing the amino-group is removed, with 
formation of adipic acid (161), 


CH; 
YN 
CH, COOH 
Н» СООН 
NZ 
CH, 


a-Naphthylamine tetrahydride must, therefore, be looked upon as 
aniline containing a saturated side-chain, —CH2-CH,-CH2-CH,—, 
linked to two ortho-C-atoms. 


The molecular refraction of benzylamine is 34°12, the calculated 
value being 34-30; the corresponding values for aniline are 30-27 
and 29-72. These facts prove the refraction of benzylamine to be 
normal; but that of aniline to be abnormal, with an exaltation of 
0-55. A similar discrepancy characterizes the reduction-products of 
a-naphthylamine and f-naphthylamine. The molecular refraction 
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calculated for both is 45-80: the experimental value for the a-com- 
pound containing an aromatic amino-group, is 46-66; and that for 
the compound, with an aliphatic amino-group, is 45°88. Only the 
amine of aromatic character exhibits an exalted molecular refrac- 
tion. This example furnishes further evidence of the value of 
molecular refraction in deciding questions of structure. 


IL ANTHRACENE, CH. 


382. Anthracene is present only in small proportions in coal- 
tar, varying between 0-25 and 0-45 per cent.; nevertheless, it is 
the basis of the manufacture of the important dyestuff, alizarin 
(385). 

The so-called “ 50 per cent. anthracene,” obtained by distilling 
anthracene-oil (286), is distilled with one-third of its weight of 
potassium carbonate from an iron retort. Certain impurities are 
thereby removed, among them carbazole, SN H, which is 

6114 
present in considerable proportion in the crude anthracene, and 
is thus converted into a non-volatile potassium derivative, 
(CgH4)gN-K. The distillate consists almost entirely of anthracene 
and phenanthrene: it is treated with carbon disulphide, which 
dissolves out the phenanthrene. By crystallization from benzene, 
the anthracene is obtained pure. 

It crystallizes in colourless, glistening leaflets, with a fine blue 
fluorescence. It melts at 213°, and boils at 351°. It dissolves 
readily in boiling benzene, but with difficulty in alcohol and ether. 
With picric acid it yields a compound C,4H;9*CgH2(NO2)30H, 
melting at 138°. 


On exposure to light, anthracene is transformed into dianthracene, 
which in the dark becomes depolymerized to anthracene, one of the 
rare instances of a reversible photochemical reaction: 


Light ` 
2C,H,, & СН». 


Dark 


@ 


Several modes of preparing anthracene are known which give 
an insight into its constitution. One of these is its synthesis by 
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ANSCHUTz’s method from benzene, aluminium chloride, and tetra- 
bromoethane: 


BrCHBr CH. 
С.Н, + | +CH = CEC] YCH, +4HBr. 
BrCHBr H 


This synthesis proves that anthracene contains two benzene- 
nuclei united by the group C3H», linked to two ortho-C-atoms of 
each, as proved for anthraquinone in 383. Its constitutional 
formula is 


8 9 1 
7 
3 e 
хэ ха 
Anthracene 


It follows that it must yield a very large number of isomeric 
substitution-products. Three monosubstitution-products are 
possible. Numbering the carbon atoms as in the formula, 
then 1=4=5=8, 2=3=6=7, and 9=10. Fifteen disubstitution- 
products with similar groups are possible. A very considerable 
number of anthracene derivatives is known, although it is small 
in comparison with the enormous number theoretically possible. 

_ The orientation, of the anthracene derivatives is effected simi- 
larly to those of naphthalene (377), oxidation and a study of the 
resulting products being an important aid. 


Substitution-products. 


383. Anthraquinone, Cj,HagO»s, is one of the most important 
derivatives of anthracene, from which it is obtained by oxidation 
with such agents as nitric acid and chromic acid. Anthracene is so 
readily converted into anthraquinone by nitric acid that it is not 
possible to nitrate it. 

Anthraquinone is proved to have the structure 


CO 


QO 


CO 
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since it is formed by the interaction of phthalic anhydride and 
benzene in presence of a dehydrating agent such as aluminium 
chloride: 


CoHa< p> [O+Ha|Cells = CoH e< Gg > Cell +120. 
Phthalic anhydride 


The reaction takes place in two stages: o-benzoylbenzoic acid, 
сен, <00:68 is first formed, and then loses one molecule of 


water, forming anthraquinone: 


CO 
бән, NCeHs — H0 = Cou < Go > CHa 


The constitutional formula of anthraquinone indicates that only 
two isomeric monosubstitution-products are possible. This has 
been verified by experiment—a further proof that the formula is 
correct. 


The central groups in anthraquinone, and hence those in anthra- 
cene, can be proved to be in union with two o-C-atoms in each 
benzene-nucleus. The method is similar to that employed in prov- 
ing the constitution of naphthalene (355), the marking of one of the 
nuclei by the introduction of a substituent affording a means of 
identifying the nucleus eliminated by oxidation. 

On treatment with benzene and aluminium chloride, bromo- 
phthalic anhydride reacts analogously to phthalic anhydride, yield- 
ing bromoanthraquinone by elimination of water from the bromo- 
benzoylbenzoic acid first formed: 


JO CO« п. 
BeOHÓÁ ^02 BBOHZ H 
r*C, C о ree \ COOH ell; — 
— MÀ PN Bromobensoylbonzolc 
acid — Вг. CH, GS NC. 


0, 


Since bromoanthraquinone is a derivative of phthalic acid, its two 
carbonyl-groups must be united to two o-C-atoms of nucleus I. 
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Its Br-atom can be replaced by a hydroxyl-group by heating with 
potassium carbonate at 160°, and the hydroryanthraquinone thus 
formed can be oxidized to phthalic acid by the action of nitric acid. 
These transformations prove nucleus II. to be unattacked, and to 
have the two carbonyl-groups attached to o-C-atoms: 


L 7 СО\ и. HO-CO\ II. 
HO. CH oH, — eH, 
co/ ‘HO-CO 
Hydroxyanthraquinone Phthalio acid 


384. Anthraquinone crystallizes from glacial acetic acid in 
light-yellow needles, melting at 277°. At higher temperatures it 
sublimes very readily, forming long, sulphur-yellow prisms. It is 
very stable, and is not easily attacked by oxidizing agents, or by 
concentrated nitric acid or sulphuric acid. 

The name anthraquinone is in some m»asure incorrect, for this 
substance lacks som? of the properties characteristic of quinones, 
such as being easily reduced, great volatility, pungent odour, etc., 
and has much more the character of a diketone. With fused 
potassium hydroxide it yields benzoic acid, and with hydroxyl- 
amine an oxime. On warming with zinc-dust and sodium- 
hydroxide solution, it forms the diso.lium-derivative of anthra- 
quinol, 

COH 
CoH] CoH. 
COH 


Anthraquinol forms brown crystals melting at 180°, its solutions 
exhibiting an intense green fluorescence. Its alkaline solution 
has a deep blood-red colour, and in this condition it is converted 
into anthraquinone by atmospheric oxidation. 

This property of anthraquinol makes its formation a delicate test 
for anthraquinone. It is effected by warming the substance to be 
tested with zinc-dust and sodium-hydroxide solution: if anthra- 
quinone is present, a blood-red coloration is developed, and is 
destroyed by agitating the mixture with air. 

Isomeric with anthraquinol is a ketonic compound, ozanthrone, 


CO 
CHC OOH 
fn 


H OH 
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It is converted by & cold alcoholic solution of hydrogen chloride 
into anthraquinol to the extent of 97 per cent., the same reagent 
effecting the inverse transformation of anthraquinol into oxanthrone 
to the extent of 3 per cent. Oxanthrone melts at 167°, is colour- 
less, and does not exhibit fluorescence in solution. Anthraquinol 
and oxanthrone exemplify a type of desmotropy characterized by 
the great stability of both forms. 


On reduction with tin and hydrochloric acid, anthraquinone is 
converted into anthrone, 


CO 
Сен, убн, 
СН, 


a substance converted by boiling with alkalis into the tautomeric 


anthranol, 
C-OH 


oa] CoHy. 
H 


In solution, anthranol exhibits a bright-blue fluorescence. It is 
readily reconverted into anthrone, and anthranol is also produced 
to some extent by boiling anthrone with dilute acetic acid. 
Anthrone is to be regarded as a pseudo-acid, anthranol being its 
aci-form. 

When anthraquinone is more strongly reduced, by heating 
with zinc-dust, it yields anthracene. 

385. Alizarin, or dihydroxyanthraquinone, C,4Hg02(OH)s, is 
the most important derivative of anthraquinone, and is a dye of 
a splendid red colour. It was formerly manufactured from mad- 
der-root, which contains a glucoside, ruberythric acid, CzsH28014. 
When boiled with dilute sulphuric acid or hydrochloric acid, this 
glucoside yields dextrose and alizarin: 


C26H28014 + 2H20 = 2C6H1206 + C14 H602 (0H)2. 


Ruberythric acid Alisarin 


The dye is now prepared almost wholly by a synthetical method. 
It is one of the organic dyestuffs known in antiquity. 
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In preparing alizarin, the anthracene is first oxidized to anthra- 
quinone with sodium dichromate and sulphuric acid. Heating 
with concentrated sulphuric acid at 100° converts various impur- 
ities into sulphonic acids, the anthraquinone remaining unchanged: 
on dilution, these sulphonic acids dissolve, so that pure anthra- 
quinone is left after filtering. This is then heated to 160° with 
fuming sulphuric acid containing 50 per cent. of sulphur trioxide, 
the main product being the monosulphonic acid. 


It is remarkable that the a-sulphonic acid is formed in presence 
of a mercury salt, but that otherwise the @-sulphonic acid is the 
product. Catalysts very rarely exert an influence of this type. 


The sodium salt of the sulphonic acid is only slightly soluble 
in water, and separates out when the acid is neutralized with 
sodium carbonate. On fusing with sodium hydroxide, the sulpho- 
group is replaced by hydroxyl. A second hydroxyl-group is 
simultaneously formed, its production being considerably facil- 
itated by the addition to the reaction-mixture of potassium 
chlorate as an oxidizing agent: 


 QH,« d » CSH3-SO4Na 4-3NaOH --O s 


Sodium anthraquinone- 
monosulphonate 


~ Сен, <С0 >05Н,(ОМа)з +290 +№а;803. 


The dye is liberated from the sodium salt by addition of an acid. 

Anthraquinone can be directly oxidized to alizarin by heating 
it with very concentrated aqueous alkali in presence of certain 
oxidizers, such as mercuric oxide, potassium chlorate, and so on. 

Alizarin crystallizes in red prisms, and sublimes in orange 
needles, melting at 289°-290°. It is almost insoluble in water, and 
slightly soluble in alcohol. On account of its phenolic character, 
it dissolves in alkalis. It yields a diacetate. On distillation with 
zinc-dust, it is converted into anthracene, a reaction which gave 
the first insight into the constitution of alizarin. 

The value of alizarin as a dye depends upon its power of forming 
with metallic oxides fine-coloured, insoluble compounds, called 
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lakes. When a fabric is mordanted with one of these oxides, it 
can be dyed with alizarin, the colour depending on the oxide used. 
The ferric-oxide compound of alizarin is violet-black, the chromium- 
oxide compound claret-colour, the calcium-oxide compound blue, 
the aluminium-oxide and tin-oxide compounds various shades of 
red (Turkey-red), and so on. 

The method by which alizarin is prepared proves it to bea 
derivative of anthraquinone, but the positions of the hydroxyl- 
groups have still to be determined. The formation of alizarin when 
phthalic anhydride is heated at 150° with catechol and sulphuric 
acid proves that both are in the same benzene-nucleus; and, since 
the hydroxyl-groups in catechol occupy the o-position, the same 
must be true of alizarin: 


C H4« CO » 0-4 H4 QH 1 сен, <С0 >сьн,<ОНІ нц. 
Alisa 


Phthalic anhydride Catechol i 


nn 


It follows that the choice lies between the two structural formule 


O OH O 
OH OH 
I. | and II. i 
У \/ OH 


The result of nitration proves that formula I. is correct. Two 
isomeric mononitro-derivatives are obtained, each with the nitro- 
group in the same nucleus as the hydroxyl-groups, since both can 
be oxidized to phthalic acid. Formula I. alone admits of the for- 
mation of two such mononitro-derivatives, and must therefore be 
correct. 


Other hydroxy-derivatives of anthraquinone are also dyes, an 
example being purpurin or 5:6:8-trihydroryanthraquinone, 


С.Н, < (СО), > СН(ОН),, 
a constituent of madder-root. The power of the hydroxyanthraqui- 


nones to form dyes with mordants is conditioned by the presence 
of two hydroxyl-groups in the ortho-position to one another. Other 
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anthraquinone derivatives with hydroxyl-groups and amino-groups, 
or with amino-groups only, are also valuable dyes. 

The very fast, brilliant colours of the indanthren-group are 
derivatives of 2-aminoanthraquinone, 


CO 
OC XO 
Со 


being obtained by its oxidation. Indanthren-blue is supposed to 
have the structural formula 


Ill. PHENANTHRENE, C.H». 


386. Phenanthrene is isomeric with anthracene, and 1s present 
with it in “ anthracenc-oil.”” They are separated by the method 
already described (382). It crystallizes in colourless, lustrous 
plates, which dissolve in alcohol more readily than anthracene, 
yielding a blue fluorescent solution. It melts at 93°, and boils at 
340°. 

On oxidation with chromic acid, it yields first phenanthra- 
quinone, and then diphenic acid (3'72), 


| ә 
good COOH 
This reaction proves that phenanthrene possesses two benzene- 
nuclei directly linked to one another, and is therefore a diphenyl- 


derivative, and also a di-ortho-compound. Diphenyl with two 
hydrogen atoms substituted, —CgH,-CgH,—, or — C,;,Hs—, differs 
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from phenanthrene by C2He. This must link together two o-posi- 
tions, so that phenanthrene has the constitution 





Phenanthrene 


- 
-— 


This structure finds support in the conversion of stilbene into 
phenanthrene, on passing its vapour through & red-hot tube, a 
method of formation analogous to that of diphenyl from benzene 


(371): 


E aud T. 
p 2 = e 
CH—OC$H; CH—C,H,4 
Stilbene Phenanthrene 


In the formula of phenanthrene the group —CH—CH— 
and the four carbon atoms of diphenyl yield a third ring of six 
carbon atoms. This ring is distinguished from a true benzene- 
ring by the facts that the C2H2-group readily takes up bromine, 
and that on oxidation it behaves as an ordinary side-chain. 

. CgH,—CO 
Phenanthraquinone, | E , 1s an orange, crystalline sub- 
C;SH,—CO 


stance, melting at 200°, and boiling without decomposition above 
360°. Its diketonic character follows from its yielding di-deriva- 
tives with sodium hydrogen sulphite and with hydroxylamine. It 
is odourless, and non-volatile with steam. 

PscHoRR has discovered an important synthesis of phenan- 
threne and its derivatives, the condensation of o-nitrobenzalde- 
hyde with phenylacetic acid by the Perxrn reaction (328): 


МО» 
CHL Bx 
NcH pools = H,0+C, CeHs 
tA ooon cH 


Phenylacetic acid e-Phenyl-o-nitrocinnamic acid 
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On diazotization of the corresponding amino-acid obtained by 
reduction, and treatment in sulphuric-acid solution with copper- 
dust (307), nitrogen and water are eliminated, and an almost 
; a yield of B-phenanthrenecarborylic acid obtained: 


N 
хс. КООП. 
ey COOH — 
Oe XE 9 

Diaso-derivative of Q Phenanthrene- Phenanthrene 

o-aminocinnamic acid carboxylic acid 
On distillation, this acid loses carbon dioxide, forming phenan- 
threne. 

When the methyl ether of o-nitrovanillin is substituted for 
o-nitrobenzaldehyde, there results a dimethoxyphenanthrene, 


dimethylmorphol, also formed by the breaking down of morphine 
(413): 


CHO 
CH30 : O + -> з 


N 2 —› 
Methyl ether of 
o-nitrovanillin CH 
/ Y NOCH 
_, CHO 
CH3 


Dimethylmorphol 


B. HETEROCYCLIC COMPOUNDS. 


NUCLEI CONTAINING NITROGEN, OXYGEN, AND 
SULPHUR. 


GM ut c pret 


I. PYRIDINE, С,Н,М. 


387. Pyridine and some of its homologues are constituents of 
coal-tar. On mixing the “light oil” (286) with sulphuric acid, they 
are absorbed by the latter, and separate on addition of sodium car- 
bonate in the form of a dark-brown, basic oil, from which pyridine 
and its homologues are obtained by fractional distillation. Pre- 
pared by this method, pyridine is never quite pure, always con- 
taining small proportions of its homologues. 

- Another source of pyridine ia '' Dippel’s oil,” a liquid of ex- 
tremely disagreeable odour, obtained by the dry distillation of 
bones which have not been deprived of their fat. It is a very 
complicated substance, containing, in addition to the pyridine 
bases and quinoline, many other substances, such as nitriles, amines, 
and hydrocarbons. 

Pyridine is a colourless liquid boiling at 115°, and with a specific 
gravity of 1-0033 at 0°. It is miscible with water in all propor- 
tions, and has a weak alkaline reaction, colouring aqueous solutions 
of litmus only purple. It has a very characteristic odour, reminis- 
cent of tobacco-smoke, and is a constituent of crude ammonia. 
It is very stable, being unattacked by boiling nitric acid or chromic 
acid. It reacts with sulphuric acid only at high temperatures, 
yielding a sulphonic acid. The halogens have very slight action 
on it. On very energetic reduction with hydriodic acid at 300°, 
it yields normal pentane and ammonia. 

Being a base it forms salts with acids, mostly readily soluble 
in water. 

Pyridine ferrocyanide dissolves with difficulty, and is employed 
in the purification of the base. With platinum chloride, the hydro- 
| 5 572 
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chloride yields a double salt, (C;H,N),H;PtCl, freely soluble in 
water. When the solution is boiled, two molecules of hydrochloric 
acid are eliminated, with production of a yellow compound, 
(C;H;N);PtCl, which is enly slightly soluble in water: the reaction 
affords a delicate test for pyridine. 

^. The following test is also very delicate. On warming the base 
with methyl iodide, an energetic reaction takes place, with forma- 
tion of an addition-product, CH;N-*CH;I. When warmed with solid 
potash, this compound gives off а very pungent and disagreeable 
odour. 


388. Many methods for the synthesis of aidie and its homo- 
logues are known, although but few of them afford insight into its 
constitution. Among them is the formation of pyridine from 
quinoline (400); that of piperidine from pentamethylenediamine 
is mentioned in 159. Piperidine can be oxidized to pyridine by 
heating with sulphuric acid: 


CH.—CH e. CH 
e o PC 
CH;—CH; 


Piperidine 
NC 


The formation of 8-chloropyridine from pyrrole is described in 
395. 


The converse of these syntheses is the decomposition of piperi- 
dine, discovered by von Braun. On treatment of benzoylpiperidine, 
CsH,oN-COC,Hs, with phosphorus pentabromide, PBr;, the oxygen 
is replaced by two bromine atoms. Distillation converts this 
dibromo-derivative into pentamethylene dibromide and benzonitrile: 


EBr CHN Pie CH, “Вг 
CHA YN -CBr,-Q,H; = CHA T NC: GH;. 
CH; CH, * ,Br 


A practical method is thus afforded of preparing pentamethylene 
dibromide, a substance of importance in various syntheses. 


Since pyridine is reduced to piperidine by sodium and alco- 
hol, and piperidine can be oxidized to pyridine, it may be assumed 
that pyridine has the same closed chain as piperidine; that is, one of 
five C-atoms and one N-atom. Moreover, it can be proved that 
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the N-atom in pyridine is not linked to hydrogen; for, while piperi- 
_ dine possesses the character of a secondary amine, yielding a nitroso- 
derivative, for example, pyridine has that of a tertiary amine; thus, 
it yields an addition-product with methyl iodide (387), and the 
iodine atom in this substance, like that in other ammonium iodides, 
can be exchanged for hydroxy! by means of moist silver oxide. 

The number of isomeric substitution-products, like that of ben- 
zene (282), indicates that each carbon atom is in unton with one 
hydrogen atom. A substance of the formula 


N N 
1 , 
6 2 a c 
or 
Y 

rhould yield three monosubstitution-products, 2(a)=6(@’), 
3(8)=5(f’), and 4(y) Moreover, for similar substituents, six 
disubstitution-products are possible: 2:3 = 6:5; 3:4 — 5:4; 
2:4 — 0:4; 2:0, 3:5, and 2:5 —0:3. "This view agrees with the 
‘results of experiment. The mode of linking of three out of the 
four valencies of each carbon atom is thus established, and that of 
two of the three nitrogen valencies: it remains only to determine 
how the fourth valency of each carbon atom and the third valency 
of the nitrogen atom are distributed in the molecule. 

The marked analogy between benzene and pyridine leads to the 
assumption of analogous formule for both (283). The great stabil- 
ity of pyridine towards energetic chemical reagents proves that it 
does not possess double linkings. Only the side-chains of both 
compounds are attacked by oxidizing agents: with sulphuric acid, 
both yield sulphonic acids, which are converted by fusion with 
caustic potash into hydroxyl-derivatives, and by heating with 
potassium cyanide into cyanides, At 330°, pyridine is converted 
by a mixture of fuming sulphuric acid and nitric acid into £- 
nitropyridine, colourless needles melting at 41°, and boiling at 216°. 
The hydroxyl-derivatives of pyridine have a phenolic character: 
they yield characteristic colorations with ferric chloride. Pyridine 
must, therefore, be regarded as benzene with one of its CH- 
groups replaced by a N-atom. 

The principle of the orientation of pyridine is the same as that 
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of benzene—conversion of a compound of unknown structure into 
one with its side-chains in known positions. The monocarboxylic 
acids and dicarboxylic acids have served as the main basis for its 
orientation. The method of ascertaining the positions occupied 
by the carboxyl-groups in these compounds is described in 391. 


Homologues of Pyridine. 


389. The homologues of pyridine are the methylpyridines or 
picolines, dimethylpyridines or lutidines, and trimethyl pyridines or 
collidines. Many of them can be obtained by more or less complex 
methods: thus, -picoline is formed by the distillation of acralde- 
hyde-ammonia (141), and collidine by the distillation of crotonalde- 
hyde-ammonia. The formation of pyridine and its homologues 
by the dry distillation of bones depends upon these reactions: 
under the influence of heat, the fat present yields acraldehyde, 
which reacts with the ammonia resulting from the heating of the 
proteins, forming pyridine bases. 

When a mixture of acetylene and ammonia is passed over 
oxide of aluminium, ferric oxide, or chromium sesquioxide at 300°, 
a-picoline, y-picoline, and some higher homologues are produced. 
Owing to the presence of a trace of moisture, acetaldehyde is first 
formed, and unites with ammonia, yielding acetaldehydeammonia. 


HaNTzsCH has discovered an important synthesis of pyridine 
derivatives — the condensation of one molecule of aldehyde-ammonia 
with two molecules of ethyl acetoacetate: 


CH; 
OCH 
C,H,0-OC-CH, CH,-CO-OC,H, 
CH;-CO СОСН, 
HN 


2 
CH; 
CH 
CG,H,00C М С С. COOC,H, 
= | | + 3H,0. 
сн С ^ CH, 
NNZ 
H 
Diethyl dihydrocollidinedicarboxylate 
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On oxidation with nitrous acid, this substance loses two H-atoms, 
one from the CH-group and one from the NH-group, with forma- 
tion of ethyl collidinedicarborylate. On saponification with caustic 
potash, and subsequent heating of the potassium salt with quick- 
lime, the carboxyl-groups are eliminated, and collidine, 


CH; 


CH, /CH, 
N ] 
distils. 

In this synthesis acetaldehyde may be replaced by other alde- 
hydes, and ethyl acetoacetate by the esters of other 8-ketonic acids, 
so that it affords a method of preparing numerous pyridine deriva- 
tives. 

Some of the homologues of pyridine can be obtained from 
it by the action of an alkyl iodide, an addition-product being 
formed. On heating this compound to 300°, the alkyl-group be- 
comes detached from the nitrogen atom and linked to a carbon 
atom, a reaction analogous to the formation of p-toluidine by 
heating methylaniline hydrochloride to a high temperature (299). 

390. a-Propenylpyridine is of theoretical importance. LADEN- 
BURG obtained it by the condensation of a-picoline with acetalde- 
hyde: 


NCsH,-CHy + OCH- CH; =NC;H,-CH:CH-CH3+ H,0. 


a-Picoline Acetaldehyde a-Propenylpyridine 


By its aid he effected the first synthesis of a natural alkaloid, that 
of coniine, CSH,7N (409). a-Propenylpyridine was reduced with 
sodium and boiling alcohol, yielding a-propylpiperidine, 


Ha 
Н,“ “Н, 
Н; H -CH3 -CH2 CHa’ 
H 


optically inactive, like all synthetical substances prepared from 
inactive material. This substance was resolved into a dextro- 
rotatory and a lævo-rotatory modification by fractional crystal- 
lization of its tartrate, the dextro-rotatory isomeride being 
named isoconiine because heating at 300? transforms it into an 
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isomeride identical with natural conifne. LADENBURG attributes 
the difference between coniine and isoconiine to asymmetry of 
the nitrogen atom. 

The constitutional formula of a-propylpiperidine indicates that 
the carbon atom in union with the propyl-group is asymmetric. 
y-Propylpiperidine does not contain an asymmetric carbon atom, 
and should therefore be optically inactive. "The side-chain can- 
not be at the 6-position, for coniine yields ammonia and normal 
octane when strongly heated with hydriodic acid. Thus treated, 
a §-propylpiperidine or y-propylpiperidine must yield an octane 
with a branched carbon-chain, which proves that conifne is an 
a-compound 

Piperidine is present in pepper in combination as piperine, 
CuHa40,N. On boiling with alkalis, it yields piperic acid (353), 
СНО, ара piperidine, by addition of one molecule of water. 

Piperine must, therefore, be a substituted amide of piperic acid, 

eontaining the piperidine-residue, C,H,4,N—, instead of the NH». | 


group: 
Of )\CH:CH-CH:CH-CO-N 
а) Н,С Hs 


Н, СН, 
Рірегіпе Н, 
Piperidine is a colourless liquid, boiling at 106°, with a charac- 


teristic pepper-like odour and strongly-marked basic properties (159). 
It is best obtained by the electro-reduction of pyridine. 


Pyridinecarboxylic Acids. 
391. E Menem MMC acids are known: 


N 
COOH 
and ә 
СООН. 


ООН 


xis cu e (a) Ni med nd (B) $soNicotinic acid (y) 
M.P. 309? 


The dns of the шамшы in these acids can be carried 
out as follows. It is stated in 390 that the side-chain in coniine 
occupies the a-position. On oxidation, this substance yields pico- 


578 ORGANIC CHEMISTRY. [§ 391 


linic acid, by conversion of the propyl-group into a carboxyl-group, 
and elimination of the six added hydrogen atoms. Picolinic acid 
is therefore the a-carboxylic acid. 

Nicotinic acid is proved to have the f-constitution thus. Quino- 
line (400) has the formula 


It is naphthalene with one of the a-CH-groups replaced by №. Оп 
oxidation, quinoline yields a pyridinedicarboxylic acid, quinolinic 
acid, which must therefore have the structure 


N 
COOH 


COOH 


On heating this acid, one molecule of carbon dioxide is eliminated, 
with formation’ of nicotinic acid. Since the carboxyl-group in 
picolinic acid has been proved to occupy the a-position, nicotinic 
acid must be the f-acid. There remains only the ;-structure for 
isonicotinic acid. 

The pyridinemonocarboxylic acids are formed by the oxidation 
of the homologues of pyridine containing a side-chain. Nicotinic 
acid derives its name from its formation by the oxidation of nico- 
tine. The monocarboxylic acids are crystalline, and possess both 
a basic and an acidic character. As bases, they yield salts with 
acids, and double salts with platinum chloride and mercuric chloride, 
etc. As acids, they form salts with bases, the copper salts being 
often employed in their separation. 

Picolinic acid can be distinguished from its isomerides by two 
properties: on heating, it loses CO, more readily, with formation of 
pyridine; and it gives a yellowish-red coloration with ferrous 
sulphate. Quinolinic acid answers to the same tests: it may, there- 
fore, be concluded that they are applicable to acids with a carboxyl- 
group in the a-position. 
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Il. "FURAN,* С,Н,О. 
392. Furan, C,H40, B.P. 365, is of little importance, but two 
of its substitution-products must be considered in some detail. 
To furan is м" the — 


This formula is supported by the resemblance in aoaie between 
some of its derivatives, such as furfuraldehyde (furfural or furfurole), 


C,H30 © and the corresponding benzene derivatives. More- 


over, the O-atom can be proved to be linked similarly to that of 
ethylene oxide (150), for on treatment with sodium, furan does not 
evolve hydrogen, proving the absence of a hydroxyl-group; and it 
does not react with hydroxylamine or phenylhydrazine, indicating 
that it has no carbonyl-group. 

Furan derivatives can be obtained from the 1:4-diketones, 
R-CO-CH2-CHz-CO-R, by treatment with dehydrating agents, 
such as acetyl chloride. This reaction may be regarded as the 
result of the conversion of the diketone into an unstable, tauto- 

R:C: CH:CH: C: R 


meric form, ӧн On’ which loses water: 
H А R 
Н H 
| ЮН -но- 


HO=CC R 
Se ee 
* The ааа бостєтү оғ Іомром айоріз the name furan for the 


simple ring C , the corresponding radical being furyl. 'The double syl- 
lable un . . i8 reserved for derivatives with а side-chain, containing the 


ring у 
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This method yiel!s 2:5-furan derivatives, the C-atoms in furan 
being denoted as in the scheme previously indicated. 

This synthesis of furan derivatives is likewise a proof of their 
constitution. 

393. The most important derivatives of furan are furfuralde- 
hyde C,Hs0- CO, and. pyromucic acid, C4HgO- COOH: both have 
long been known. 

Furfuraldehyde is prepared from pentoses by the method men- 
tioned in 207. It has the character of an aromatic aldehyde: 
like benzaldehyde (314), it is converted by alcoholic potash into the 
corresponding acid, pyromucic acid, and the corresponding alcohol, 
]ur]uryl alcohol, C,H30 -CH3O0H: 


Ов | - + y 


Furfuraldehyde VL acid Sd alcohol 


With ammonia it yields furfuramide, (C;H40)4Ns, analogous in 
composition to hydrobenzamide (315). Just as benzaldehyde con- 
denses in presence of potassium cyanide to benzoin (376), furfur- 
aldehyde under the same conditions yields the similarly constituted 


furfurotin, C4HyO-C-CO-C,H,O. The resemblance in properties 
OH 
between the two compounds is, therefore, very striking. 
Furfuraldehyde is proved to have the 2-structure by various 
means: for example, by its formation from pentoses (207), a reac- 
tion which may be represented by the scheme: 


EG: - 5. 


o n Furfuraldehyde 
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Furfuraldehyde thus results from the elimination of three molecules 
of water under the influence of hydrochloric acid or sulphuric acid. 
It is a colourless, oily liquid of agreeable colour, and boils at 162°. 
A test for it is described in 207. 


Analogous to the conversion of pentoses into furfuraldehyde is 
that of ketohexoses into hydroxymethylfurfuraldehyde, 


HC—CH 


HO-CH,-¢ d.o 
4 


0’ 
O 


effected by heating with dilute acids. The structure of this sub- 
stance is proved by its oxidation to the dibasic dehydromucic acid, 


чү B 
HOOC-C C-COOH. 
YZ 


O 


Heating with hydrochloric acid or dilute sulphuric acid converts 
hydroxymethylfurfuraldehyde almost quantitatively into formic 
acid and lævulic acid: 


СЬН,О;+2Н,О =Н.СООН+С,Н,О,. 


Hydroxymethyl- Leevulio 
furfuraldehyde aci 


The formation of hydroxymethylfurfurafdehyde is the cause of 
certain reactions exhibited by the hexoses. When heated with 
resorcinol and concentrated hydrochloric acid, it yields a dark-red 
precipitate. This reaction serves to distinguish the artificial honey 
made from invert-sugar (209) from the natural product, since in 
the inversion of the sucrose by heating with dilute acid a small 
proportion of hydroxymethylfurfuraldehyde is formed. 


As its name indicates, pyromucic acid is formed by the dry dis- 
tillation of mucic acid 210). It can also be obtained by oxidiz- 
ing furfuraldehyde with silver oxide. It is crystalline, melts at 132°, 
can be readily sublimed, and dissolves freely in hot water. When 
heated at 275? in a sealed tube, it yields carbon dioxide and furan. 
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In physical properties pyromucic acid resembles benzoic acid, 
being readily sublimed, and crystallizing in similar colourless 
leaflets. In chemical character it resembles the aromatic com- 
pounds in a few reactions only, an example being its conversion 
into a sulphonic acid by means of fuming sulphuric acid. In most 
of its chemical properties its behaviour approximates more 
closely to that of an unsaturated aliphatic acid. Thus, it easily 
undergoes oxidation: it almost instantaneously decolorizes von 
BaEYER’s reagent (113), and readily adds four bromine atoms. 
Hence, the distinguishing characteristics of the benzene-nucleus are 
absent, so that the formula 


HC—CH 
| »0 
HC—C ; 


боон 


with two double bonds, must be assigned to it. 


II. PYRROLE, C,H,N. 


394. Pyrrole is the most important of the heterocyclic com- 
pounds with a ring of five atoms. Several natural procucts con- 
taining the pyrrole-nucleus are known: examples are the colouring- 
matter of blood; chlorophyll; and certain alkaloids, among them 
nicotine. Pyrrole derivatives have also been found among the 
decomposition-prodpets of proteins.  Pyrrole is a constituent of 
' Dippel's oil" (387). The fraction of this oil which distils between 
120? and 130? is employed in the preparation of pyrrole. After 
removal of the pyridine bases by treatment with dilute sulphuric 
acid, and of the nitriles by boiling with sodium carbonate, the frac- 
tion is dried, and treated with potassium. Potassiopyrrole, CCH4NK, 
is formed, and can be purified by washing with ether. It is recon- 
verted into pyrrole by the action of water. 

Pyrrole is a colourless liquid, specifically somewhat lighter than 
water, and boiling at 131°. On exposure to light, it soon acquires 
a brown colour. The vapours of pyrrole and its derivatives impart 
a carmine-red colour to a wood-shaving moistened with hydro- 
chloric acid, due to the formation of an amorphous substance, 
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* pyrrole-red." This reaction furnishes a delicate test for pyrrole 
and its derivatives. 
Pyrrole can be synthesized by several methods: for example, 
by the interaction of succindialdehyde and ammonia: 
CH,-CH+NHs CH,—CH«NH, 


H,—CO +NH; CH,—CH <NHa 


CH=CH, 
== l ин tN Senay 
H—CH 
Pyrrole 
Inversely, succinald-diorime is obtained from pyrrole by' the 
action of hydroxylamine, ammonia being evolved. 
The homologues of pyrrole are produced by the interaction 
of ammonia and 1:4-diketones: 


R 
BOK oy = 
"- OH H|NH e | бына | 


1: man tone aa’-Pyrrole 
(tautomeric form) 


The nomenclature of the pyrrole derivatives is indicated in the 


scheme 
NH NH 
or a ©. 
Y 


This structure is inferred from the foregoing syntheses and other- 
wise. The basic properties which should be characteristic of a 
substance with the formula of pyrrole are masked by the resinifying 
action of acids. As a result of this influence, no sulpho-acids have 
been obtained, and nitro-derivatives only by an indirect method. 
395. Among the properties of pyrrole indicating its relation to 
the aromatic compounds is its behaviour with halogens: unlike an 
aliphatic unsaturated compound, it yields substitution-products, 
but not addition-products. The analogy in properties between 
pyrrole and aniline, and especially phenol, is very marked. The 
transformation of 1-methylpyrrole into 2-methylpyrrole under 
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the influence of heat resembles the conversion of methylaniline 
into p-toluidine (299): 

C4H4N T СН» — С.Н: (CH3) * NH. 

1-Methylpyrrole 2-Metbylpyrrole 
Just as sodium phenoxide is converted by carbon dioxide into 
salicylic acid (344), 80 potassiopyrrole and carbon dioxide yield 
2-pyrrolecarboxylic acid. Like phenol, pyrrole unites with ben- 
zenediazonium chloride, with elimination of hydrochloric acid (309). 

When pyrrole is treated with chloroform in presence of sodium 

alkoxide, a notable reaction ensues. The C-atom of the chloroform 
takes up a position between two of the C-atoms of the pyrrole- 
nucleus, forming £-chloropyridine: 


NH N 
() + CHCl, — AL Cr 
Pyrrole B-Chloropyridine 


On reduction with zinc-dust and cold hydrochloric acid, pyrrole 
takes up two hydrogen atoms, forming 2:3-dihydropyrrole, 
C4H7N, which boils at 91°. Like the partial reduction-products of 
aromatic compounds, dihydropyrrole behaves as an unsaturated 
compound, another indication of the aromatic character of pyrrole. 


Very important researches have been carried out in recent years 
by WILLSTÄTTER and STOLL on chlorophyll. This substance is indis- 
pensable for the assimilation process, and constitutes 0-6 to 1*2 per 
cent. of the weight of the dried leaves. Its molecule contains mag- 
nesium in complex combination. Towards alkalis the magnesium- 
complex is very stable, but the metal is readily eliminated from the 
molecule by means of acids. 

Chlorophyll is saponified by caustic alkalis, with formation of an 
unsaturated alcohol named phytol, CHOH. During the reaction 
the alkali combines with polybasic acids, the chlorophyllins, sub- 
stances convertible into an oxygen-free product, aetiophyllin, 
С.Н..№.Ме, by elimination of the carboxyl-groups. Acids replace - 
the magnesium atom in this compound by two hydrogen atoms, 
forming aetioporphorin, C::HssN,. This derivative can also be ob- 
tained from haemin (250), an indication of the relationship of 
chlorophyll to haemoglobin, the colouring matter of blood. 

Reduction of aetioporphorin yields a mixture of pyrrole homo- 
logues, each nitrogen atom being associated with a pyrrole-nucleus. 
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The chlorophyll of all plants is identical, and consists of a mixture 
of two related compounds, chlorophyll-a and chlorophyll, there 
being about one molecule of b to three molecules of a. Their form- 
ule are 

COOCH: 
a. CuHnOwWN Mg = (МЕМ,С,Н,0)< , and 
CxH;, 
OCH, 
b. CuH»ON Meg = (MgN ‹СыНО;) $ 
OOC Has 


IV. THIOPHEN, C,H4. g 

396. Thiophen has a more aromatic character than furan or pyr- 
role. Itis present in the crude benzene obtained from coal-tar (286) 
to the extent of about 0-5 per cent.: its homologues, thiotolen or 
methylthiophen, and thioren or dimethylthiophen, are contained in 
toluene and xylene from the same source. 

Thiophen was first obtained by Victor MEYER by agitating 
coal-tar benzene with small amounts of concentrated sulphuric 
acid till it ceased to give the indophenin-reaction, & blue coloration 
with isatin (403) and concentrated sulphuric acid. By this treat- 
ment the thiophen is converted into a sulphonic acid, from which 
it can be regenerated by the action of superheated steam. 


A better method for the separation of benzene and thiophen 
is to boil the crude benzene with mercuric oxide and acetic acid. 
The thiophen is precipitated as thiophen mercury  oryacetate, 
C,H;S(HgOOC-CH,;)-: HgOH, which is reconverted into thiophen by 
distillation with moderately concentrated hydrochloric acid. It is 
formed by passing acetylene over pyrites at 300°. 

Thiophen can be synthesized by various methods. The 
interaction of acetylene and iron pyrites, FeS2, at about 300° 
yields a liquid containing 50 per cent. of thiophen: 


CH CH HC—CH 

|) ә РО 

CH +8 + CH HC CH. 
Y 


When sodium succinate is heated with phosphorus pentasulphide, 
& vigorous reaction ensues, carbon disulphide is evolved, and a 
liquid, consisting chiefly of thiophen, distils. 
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It is a colourless liquid, boiling at 84°, a temperature which 
differs little from the boiling-point of benzene (80-49). It has a 
faint, non-characteristic odour. Itis heavier than water, its specific 
gravity being 1-062 at 23°. 

Bromine reacts energetically with thiophen, forming chiefly 
dibromothiophen, C4H2Br2S, along with a small proportion of the 
monobromo-derivative. 

The notation of thiophen derivatives is indicated by the schemes 


5 5 
А fy 
4 8 В' В 


The homologues of thiophen can be obtained by Frrtia’s syn- 
thesis (287) and by other methods: for instance, by heating 1:4- 
diketones with phosphorus pentasulphide, a mode of synthesis 
which proves the constitution of the thiophen homologues. Thus, 
acetonylacetone yields dimethylthiophen : 


no s s 


Law 


Acetonylacetone 2:5-Dimethylthiophen 
(tautomeric form) 


2:5-Dialkylthiophens are obtained from 1:4-diketones: the 
3:4-alkyl-compounds can be prepared by another method. As 
stated, thiophen results from the interaction of succinic acid and 
phosphorus pentasulphide: 


H 
H,C—COOH “Ls 
| ў М 
| H,¢—COOH нос 
Н 
Suecinio acid Thiophen 
Similarly, a monoalkylsuccinic and symmetrical dialkylsuo- 
cinic acid respectively yield a 3-alkylthiophen and a 3: 4-alkyl- 
thiophen: 
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CH;-CH—COOH CH;-C—CH 


=) | >S, 
CH3-CH—COOH CH;.C—CH 
Symmetrical dimethyl- 8:4-Dimethyl- 
succinic acid thiophen 


Tho known structure of these compounds can be employed as 
& basis for the orientation of the derivatives of thiophen. 

397- When a cold aqueous solution of the two monocarboxylie 
acids, 2-hiophencarborylic acid &nd 3-hiophencarborylic acid, 


S 


S 
ei and (С , 
Hy 


is crystallized slowly, there is formed a mixture which cannot be 
resolved into its components. This phenomenon is due to the 
formation of mixed crystals, and is of rare occurrence with posi- 
tion-isomerides. 

A thiophensulphonic acid is also known: it is more easily formed 
than benzenesulphonic acid, which is the basis of Vicror MEYER’s 
method of separating thiophen and benzene. 

When a mixture of acetic anhydride and concentrated nitric 
acid is added to thiophen, mononitrothiophen is formed. It 
is a solid, melting at 44°, and boiling at 224°: it has an odour 
like that of nitrobenzene. On reduction, it yields aminothiophen, 
or thiophenine, which differs from aniline in being very unstable: 
it changes quickly to a varnish-like mass, but its hydrochloride 
is stable. It does not yield diazo-compounds, but reacts with 
benzenediazonium chloride, forming a crystalline, orange dye. 


V. PYRAZOLE, C3H4N3. 

398. Pyrazole derivatives are produced by the interaction of the 
esters of unsaturated acids and ethyl diazoacetate. Án example is 
the union with explosive energy of diethyl acetylenedicarboxylate 
and ethyl diazoacetate to form triethyl pyrazoletricarbozylate: 

C2H;,00C-C CH:COOCoH; C;H;00C:C——C- COOC3H; 


C2H;00C d + Р М = C2H;00C J : 


Diethyl acetylene- L 
dicarboxylate Triethyl pyraszoletricarboxylate 
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Pyrazole is formed in several reactions, one of them being 
the combination of hydrazine with propiolaldehydeacetal (142) : 


CH=C. CH(OC2Hs)a HN. NH3 = 
Propiolaldeh ydeacetal 


« CH=C-CH=N-NH2+2C2H;0H; 


ne rmediate UE 


| t isolated 
Л | H ON NH 
М, | i 
He “нң 4 3 
Intermediate Pyrasole 
product $ 


This synthesis proves that pyrazole has the formula indicated, 
so that it may be regarded as pyrrole in which one of the CH-groups 
has been replaced by N. 

It is crystalline, melts at 70°, and is very stable. It is only a 
weak base, for its aqueous solution has a neutral reaction. 

Pyrazole has a much more aromatic character than pyrrole. 
It is very stable towards oxidation, and can be sulphonated and 
nitrated like benzene. The halogen atom in its monohalogen 
derivatives can be eliminated only with great difficulty. 


The identity of the 3-derivatives and the 5-derivatives of 
pyrazole is of theoretical interest, since the structural formula 
given indicates that they should be dissimilar. On replacing the 
hydrogen atom of the imino-group by alkyl or phenyl, the deriv- 
atives with substituents at positions 3 and 5 are no longer identical. 
Since migration of the hydrogen atom from one nitrogen atom to 
the other, with a simultaneous migration of the double bonds, 
makes position 3 equivalent to position 5, it must be assumed that 
free pyrazole readily undergoes this type of tautomerization: 


f! es ay 
lal lle e |j 3 


399. The derivatives of pyrazole are not important, but there 
are valuable products related to its dihydride, pyrazoline, C3HgNa. 
Substances of this type are prepared by condensing ethyl diago- 
acetate with esters containing a double linking: 
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C2.H;,00C-CH -CH-COOC2Hs | C9H500C* Lt -COOC2H; 
C2Hs00C-CH + DN = 0;H300C- 
N 
NH 
Diethyl fumarate Triethyl pyrasolinetricarboxylate 


Pyrazoline (L) is formed by the interaction of hydrazine 
hydrate and acraldehyde. Bromine converts it into pyrazole. 
Pyrazolone (II.) is a ketonic derivative of pyrazoline: 


“ 


NH NH 


mé À of À 
8,0 Un s. s 


Substitution-products of pyrazolone are obtained by the interac- 
tion of ethyl acetoacetate and phenylhydrazine: 


Nc _, CHs-O—=N 
| Nr Calls 
о-ббн; Нон, meo 


Methylphenylpyrazolone is thus formed. Methylphenylhydrazine, 
CeHs- NH-NH-CHsa, condenses similarly with ethyl acetoacetate, 
yielding a dimethylphenylpyrazolone of the formula 


CHa3: C—N M iH, 
> №. . 
нб бо 


This substance is called '' antipyrine," and was discovered by 
KNonR; it is extensively employed in medicine as a febrifuge. It 
crystallizes in white leaflets melting at 113°. It cannot be distilled 
without undergoing decomposition. It is readily soluble in water 
and alcohol: the aqueous solution gives a red coloration with 
ferric chloride, and a bluish-green coloration with nitrous acid. 

* Salipyrine " is à compound of antipyrine and salicylic acid. 


_CONDENSATION-PRODUCTS OF BENZENE AND 
HETEROCYCLIC NUCLEI. 


L QUINOLINE, C,H;N. 


400. Quinoline is present in coal-tar and bone-oil, but is difficult 
to obtain pure from these sources. It is prepared by SKRAUP’s 
synthesis, described below. It is a colourless, highly refractive 
liquid of characteristic odour: it boils at 236°, and has a specific 
gravity of 1-1081 at 0°. It has the character of a tertiary base, so 
that it possesses no hydrogen linked to nitrogen. It yields salts 
with acids: the dichromate, (CpgH7N)2H2Cr.Q7, dissolves with diffi- 
culty in water. 

Quinoline can be synthesized by various methods which prove 
its constitution. Its synthesis was first effected by KóNias, by 
passing allylaniline-vapour over red-hot oxide of lead: 


H NH 


2 +20 = 00: + 2H,0. 


aaa? 


SKRAUP’S synthesis consists in heating together aniline, glycerol, 
sulphuric acid, and nitrobenzene. In presence of sulphuric acid as a 
dehydrating agent, the glycerol loses water, forming acraldehyde, 
which unites with the aniline to an addition-product, 


Cs Hs NH-CH2-CH2-Co. 


In KóNiG's synthesis the oxidizing agent is the lead oxide; in this 
reaction it is the nitrobenzene, which is reduced to aniline. Arsenic 
acid can be substituted for nitrobenzene. 
Von BAEYER and DREWSEN have discovered another method of 
synthesis which proves the constitution of quinoline: it involves 
590 
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the reduction of o-nitrocinnamaldehyde. This compound is first 
converted into an intermediate product, the corresponding amino- 
derivative, the H-atoms of the NH;-group of this substance being 
Subsequently eliminated along with the O-atom of the aldehyde- 


group: 
d os 
OC d кт ч я 
Н H 


o-Aminocinnamaldehyde Quinoline 


The last synthesis proves quinoline to be an ortho-substituted 
benzene: the constitution of the ring containing the N-atom has 
now to be determined. The method employed is based upon oxi- - 
dation, which produces a dibasic acid, quinolinic acid, 


N 
HOOC H 
HOOC H 


On distillation with quicklime, quinolinic acid yields pyridine. 
From these facts it must be concluded that quinoline contains a 
benzene-nucleus and a pyridine-nucleus, with two ortho-C-atoms 
common to both. It may be regarded as naphthalene, with one of 
the CH-groups, 1-4-5-8, replaced by N. 

The number of isomeric substitution-products is very large. 
The seven hydrogen atoms occupy dissimilar positions relative to 
the nitrogen atom, and consequently seven monosubstitution- 
products are possible. Twenty-one disubstitution-products are 
possible for similar substituents, while the number of tri-derivatives 
possible is much greater, and so on. 

401. There are three methods for the orientation of quinoline 
derivatives. 

First, the relative method (354, 1). 

Second, oxidation. This process usually removes the benzene- 
nucleus, leaving the pyridine-nucleus intact, and thus furnishes 
a means of determining which substituents are present in 
each. | 
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Third, Skraup’s synthesis—an important aid to orientation. 
It can be carried out.not only with aniline, but with many of its 
substitution-products, such as homologues of aniline, nitroanilines, 
aminophenols, and other derivatives. The quinoline compounds 
thus obtained have their substituents in the benzene-nucleus. But 
this synthesis also indicates the positions of the side-chains when 
an ortho-substituted or a para-substituted aniline is used: thus, 


X N 


X жн, 
| | can only yield OO ; 
Hs N 
and X only CX) 
Para 
N 
NH3 

while OY can yield CX) or N° 

aa x 


All four possible quinoline derivatives with substituents in the 
benzene-nucleus can, therefore, be prepared by SkRAUP's syn- 
thesis. 

The nomenclature of the quinoline derivatives is indicated in 
the scheme 


Many of the known quinoline derivatives are obtained by 
SkRAvP's method, a smaller number directly from quinoline. The 
sulphonic acids are best prepared by the latter method. On fusion 
with caustic potash, they are converted into hydroxyquinolines; 
when heated with potassium cyanide, they yield cyanoquinolines, 
which on hydrolysis give carboxylic acids. 
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Carbostyril, or 2-hydroxyquinoline, can be synthesized by the 
elimination of water from —— acid: 


LENA no ËP a 


o-Aminocinnamic acid Carbostyril 


Formula JI. must be ascribed to the free compound, since its 
absorption-curve in the ultraviolet region almost coincides with 
that of a derivative methylated at the nitrogen atom (337). Since 
carbostyril also has phenolic properties, being soluble in alkalis, 
and reprecipitated from alkaline solution by carbon dioxide, it 
is susceptible of transformation into the tautomeric form I. 








II. is0QUINOLINE, C,H:;N. 


402. isoQuinoline is present in coal-tar, from which HooGEWERFF 
and vaN Dorr isolated it in the form of its sparingly soluble sulphate. 
It is a colourless substance with an odour like that of quinoline. It 
melts at 21°, and boils at 237°. It has the formula 





seoQuinoline 


This constitution is indicated by its oxidation to cinchomeronic acid 
and phthalic acid, in accordance with the scheme 


N _, HOOC/ NN. ind N, COOH 
HOOC COOH’ 


Cinchomeronic acid Phthalic acid 


The synthesis of isoquinoline furnishes additional confirmation of 
the structure indicated. 


ш. INDOLE, C,H:N. 


403. The relation between indigo and indole is made evident 
by the following series of transformations, chiefly the discoveries 
of von BAEYER. 
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On treatment with nitric acid, indigo, C1igHio002No, yields an 
oxidation-product, isatin, CsHsO2N, which can also be synthe- 
sized by treating o-nitrobenzoyl chloride with silver cyanide. 
When hydrolyzed, the resulting nitrile yields o-nitrobenzoyl- 
formic acid: 


aHa <00 701 2 > CoE <0 ру — СН, <00°ооон, 


E Nitrobenzoyl o-Nitrobenzoyl o-Nitrobenzoyl- 
chloride cyanide formic aci 


On reduction, the nitro-group in this acid is converted into an 
amino-group, and water eliminated simultaneously with the for- 
mation of isatin, which has, therefore, the constitution indicated 
by the equation 


N N NH 
CoHAC OH” GHC о ° OH, or CHC » СО. 


o-Aminobenzoylformio acd Isatin 


When reduced with zinc-dust and hydrochloric acid, isatin takes up 
two hydrogen atoms, forming diorindole, CgH7O2N. This com- 
pound also results on the elimination of water from the unstable 
o-aminomandelic acid, which determines its constitution: 


NH|H 2:00 
CH.«onoH-coooH H9 7 CARA 


o- Aminomandelic acid 


Dioxindole 


When reduced with tin and hydrochloric acid, dioxindole yields 
oxindole, CgH7ON, which is also obtained by reduction of o-nitro- 
phenylacetic acid and subsequent elimination of water: 
NH|H а 
СеНе< сн, Сојон H20 = Се Нас 200 
o-Aminophenylacetic acid eae 


Distillation with zinc-dust converts oxindole into indole, CSHzN, 
which must, therefore, have the structure 
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NH 
CHK H; or 


Indole 


Indole, therefore, possesses a benzene-nucleus condensed with a 
pyrrole-nucleus. It does, in fact, display some of the properties 
characteristic of pyrrole: thus, it is a very weak base, and gives a 
red coloration with hydrochloric acid. 

Indole is present in small proportion in coal-tar and in oil of 
jessamine. It can be isolated as potassium derivative with the 
metal in union with nitrogen by heating with potassium hy- 
droxide the coal-tar fraction boiling between 240° and 260°. In‘ 
spite of its characteristic, disagreeable odour, it is employed in the 
manufacture of perfumes. It forms white leaflets, melting at 
52°, and is readily volatile with steam. Its picrate crystallizes 
in well-developed, red needles. 


3-Methylindole, or scatole, 


NH 
CHK DCH, 
C-CH; 
is present in fæces, and occasion: the unpleasant odour. It is also 
found in a species of wood grown in India, and is formed in the 
putrefactive decay of proteins, or by fusing proteins with caustic 
potash. 

Tryptophan or indolealanine, C,,Hi:0:Ns, is an important decom- 
position-product of proteins (252, 5) and an indole derivative. It 
is synthesized by treating indole with chloroform and potassium 
hydroxide in alcoholic solution. 3-Indolealdehyde (1.) is formed as 
an intermediate product, and condenses with hippuric acid to indolyl- 
benzoylamjnoacrylic acid (II.). On treatment with sodium and 
alcohol. the double bond of this compound adds two hydrogen 
atoms and the benzoyl-group is simultaneously eliminated, with 
formation of racemic tryptophan (IIT.): 
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Ere Ce C-COOH 
— : x 
NH-COGH, 
NH 
п. 


МН 
I. 
MT Н, `СН.СООН 
NH: 
NH 
Tryptophan 
III. 
Indigo. 


404. The constitution of indigo 1s inferred from its formation 
from isatin chloride, obtained by the interaction of isatin and 
phosphorus pentachloride. On reduction with zine-dust and acetic 
acid, it is transformed into indigo: 


N N 
С Nci+dic? SGH, = 
; CoH ao” NCO 4 
+ нін нн 
= он, Д > C=C < NA » C H4--2HCI. 


Since on treatment with sulphuric acid, and subsequent reduc- 
| , | | CsH,4-C=C—C=C.-C x 
tion, di-(o-nitrophenyl) -diacetylene, E aay 18 
converted into indigo, the two isatin-residues in the latter must 
be united by a carbon linking. 

Indigo has long been known as one of the most beautiful 
blue dyes, and is very permanent, being unaffected by light, acids, 
alkalis, or washing. It can be prepared from certain plants, 
among them Indigofera sumatrana and І. атесіа. Formerly 
these plants were cultivated on a large scale in Bengal in India— 
whence the dyestuff derived its name—as well as in Java, China, 
Japan, and South America; but since its introduction, 
synthetic indigo (405) has to a very great extent displaced the 
natural product, even in the countries mentioned, and the com- 
petition has become so keen as to lead to the abandonment of 
many indigo-plantations, and the financial ruin of their proprietors. 
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Indigo is not present in the plant as such, but in combination as 
the glucoside indican, which occurs chiefly in the leaves, and 
can be extracted with hot water. It is crystalline, and has the 
formula C,4H,;7OgN,3H20. - In addition to the glucoside, the 
leaves contain an enzyme, the activity of which, like that of all 
enzymes, is destroyed by boiling water: hence, when indican 
itself is to be prepared, hot water must be employed in the extrac- 
tion. With cold water, both indican and the unchanged enzyme 
dissolve, and the glucoside decomposes into dextrose and 


indozyl, CgH7ON, or NH 
бен, 20H, 
(OH) 


a substance which is moderately stable in acid solution, but in dilute 
alkaline solution is quickly oxidized to indigo by atmospheric 
oxygen. 

The manufacture of indigo from the plants containing it is 
carried out by the method indicated. "The leaves of the indigo- 
plant are allowed to remain immersed in lukewarm water for some 
hours: the aqueous extract is ''churned " by a revolving water- 
wheel with wooden paddles, which aerates it, and thus oxidizes the 
indoxyl to indigo. The oxidation-process is facilitated by the 
addition of slaked lime to make the liquid faintly alkaline. The 
indigo formed sinks to the bottom, is removed by filtration, and 
dried. It is put on the market in the form of small cubes. 

In addition to the blue dye, indigotin, commercial indigo con- 
tains indiglucin, indigo-brown, and indirubin; these substances 
can be extracted by water, alcohol, and alkalis, in which indigotin 
is insoluble. Ind'go'in is a dark-blue powder, which, when rubbed, 
has a copper-like lustre. It can be sublimed in vacuo, so that it is 
possible to determine its vapour-density. It is insoluble in most 
solvents, but can be crystallized from nitrobenzene or aniline. It 
dissolves in fuming sulphuric acid, with formation of sulphonic acids. 

405. On account of the great industrial importance of indigo, 
many attempts have been made to synthesize it. One method is 
commercially successful, enabling the artificial product to be sold 
at a much lower price than that formerly obtained for natural 
indigo. It yields pure indigotin, which is also an advantage. 


Anthranilic acid, or o-aminobenzoic acid (347), СвН, «сла ; 
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combines with monochloroacetic acid to form phenylglycine-o- 
carboxylic acid: 


/NH|B+CIH2C-COH _, 4 Qe ui oe. 
CHA COOH Z CH о Јон 


(Phenylglycine-o-carboxylic acid 


Fusion with sodium hydroxide transforms this compound into 
HN 

indoxyl, он apt which in alkaline solution is con- 
O 


verted by atmospheric oxidation into indigo. 

Another process involves the interaction of aniline and mono- 
chloroacetic acid to form phenylglycine, CeHs> NH-CH2-COOH, 
convertible into indoxyl by fusion with sedamide, NH2Na: 


NH | NH 
cal Sou: > CH NCH. 
[Н НОЈС 94 


Tautomerio form of indoxyl 


On reduction in alkaline solution, indigo takes up two hydrogen 
atoms, with formation of indigo-white, CygHi202Ne, a white, 
crystalline substance, the phenolic character of which is proved 
by its solubility in alkalis. In alkaline solution it is speedily 
reconverted into indigo by atmospheric oxidation, a reaction 
employed in dyeing with this substance. The dye is first reduced 
to indigo-white, and the fabric thoroughly soaked in an alkaline 
solution of this compound: on exposure to the air, the indigo- 
blue formed is fixed on the fibres. The process is technically 
known as “ indigo vat-dyeing.” 

The reduction of indigo to indigo-white is variously carried out 
in the dyeing-industry according to whether wool, silk, or cotton 
is to be dyed. Reduction is best effected with a salt of hyposul- 
phurous acid, H2S20, (“‘ Inorganic Chemistry,” 83), for the two 
first named. The solution is mixed with zinc hyposulphite, and 
treated with excess of milk of lime, which precipitates zinc hydrox- 
ide. The indigo is mixed with water, and warmed to about 60° 
with the solution of calcium hyposulphite, a concentrated alkaline 
solution of indigo-white being obtained in a short time. On adding 
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sufficient water to it in the dyeing-vat, the bath is ready for 
use. 

The hyposulphite reduction-process possesses the advantage 
that the reduction stops at the formation of indigo-white, so that 
almost none of the indigo is lost. 


Indigo is the longest-known and most important member of the 
series of vat-dyestuffs. They include pigments insoluble in water, 
but characterized by their ready reduction to a form soluble 
in dilute alkali, their attraction in this condition by vegetable and 
animal fibres, and their subsequent reoxidation on the fibre to the 
original insoluble condition. 

The vat-method of dyeing has great advantages over other 
processes, since the fabric requires no previous treatment by mor- 
danting or otherwise, and both the preparation of the vat and the 
operation of dyeing are usually carried out at the ordinary tem- 
perature. A further advantage is the very fast nature of the 
colours imparted by these dyestuffs. 

Vat-dyestuffs derived from indigo, and others related to anthra- 
quinone, are known. Those of the first class are called indigoids, 
and contain the chromophore-group, —CO*C :C* CO—. 

Substitution by halogen of the hydrogen atoms in the benzene- 
nuclei of indigo produces a marked change in colour only when the 
hydrogen atoms occupying the para-positions to the carbonyl-groups 
are replaced. Symmetrical dibromotndigo, 


CO CO 
Br Br 
NH NH 


is the celebrated “Purple of the ancients” employed in antiquity 
for dyeing Tyrian purple. It was formerly obtained from the 
colour-yielding glands of the mollusc Murez brandaris in the form 
of a colourless substance converted into the dye by the action 
of light. 

Thioindigo is a reddish-blue derivative in which two sulphur 
atoms replace the two imino-groups. The tint of the dyestuff can 
be so much altered by substitution as to render possible the pro- 
duction of almost every colour. | 


ALKALOIDS, 


406. Plants of certain families contain substances, usually of 
complex composition and basic character, called alkaloids. Their 
classification in one group is of old standing, and had its origin in 
an idea similar to that which prevailed concerning the vegetable 
acids (1) prior to the determination of their constitution. Just as 
the latter have been subdivided into different classes, such as 
monobasic, polybasic, aliphatic, and aromatic acids, so it has become 
apparent that the individual alkaloids can be arranged in different 
classes. Most of the alkaloids are related to pyridine, quinoline, or 
isoquinoline, while a smaller number belongs to the aliphatic series. 
Some of the latter class are described along with the compounds of 
similar chemical character: among them are betaine (242), mus- 
carine (229), choline (160), caffeine, and theobromine (272). Only 
alkaloids which are derivatives of pyridine are described in this 
chapter: to them the name alkaloids, in its more restricted sense, 
is applied, the other substances being known as vegetable bases. 


PROPERTIES. 


407. It is seldom that an alkaloid is present in more than one 
family of plants: many families do not contain them. The occur- 
rence of alkaloids is almost entirely confined to dicotyledonous 
plants. Only a few, such as contine and nicotine, are liquids: most 
of them are crystalline. Many are optically active and levo-rota- 
tory: it is very exceptional for them to exhibit dextro-rotation. 
They have an alkaline reaction and a bitter taste: most of them are 
insoluble in water, more or less soluble in ether, and readily soluble 
in alcohol. Most are insoluble in alkalis, but dissolve in acids, 
forming salts which are sometimes well-defined, crystalline sub- 
stances. 

Some substances precipitate many of the alkaloids from 
their aqueous or acid solution: such general alkaloid-reagents are 
tannin (347), phosphomolybdic acid, mercuric potassium iodide, 

600 
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KI- HgI; (** Inorganic Chemistry," 273), and others. Some alka- 
loids are excessively poisonous. 


Strong tea is sometimes employed as an antidote, the tannin 
present precipitating the alkaloid, and rendering it innocuous. 


Some of the alkaloids, such as quinine and strychnine, give 
very characteristic colour-reactions. Despite the obscure nature 
of these processes, they afford a certain means of detecting even 
small quantities of these alkaloids. 

The complex structure of many alkaloids renders their investi- 
gation a matter of extreme difficulty, and despite a century of 
unremitting toil the elucidation of the constitution of all these 
substances is far from attainment. The research involves the 
identification of the better known groups present in the molecule, 
such as OH, OCH3, C=C, СО, CHs, and so on; and also includes 
the determination of the particular ring of the carbon-nitrogen 
nucleus in union with these groups. 

As regards the first problem, most alkaloids have been proved 
to be tertiary amines, yielding addition-products with methyl 
iodide. Many alkaloids contain acid-residues or methoxyl- 
groups, —OCHs. The acid-residues can be eliminated by saponi- 
fication with hot bases or acids; and the methoxyl-groups can be 
removed as methyl iodide by heating with hydriodic acid. 
Hydroxyl-groups can be detected in the ordinary way by means 
of acid chlorides or acetic anhydride. 

In the investigation of the nucleus, it is necessary to try to 
break it down, good results having been sometimes obtained by 
the use of powerful oxidizers such as potassium permanganate, 
chromic anhydride, and nitric acid; and distillation with zinc- 
dust and fusion with potassium hydroxide have also been of service. 

In the extraction of the alkaloids from plants the latter are 
cut up into fine pieces and lixiviated with acidified water in a 
conical vat tapering towards the bottom, where there is a layer 
of some material such as glass-wool or lint. The effect is that the 
acidified water gradually sinks through a thick layer of the sub- 
stance under extraction, a process technically known as “ percola- 
tion." Dyes, carbohydrates, inorganic salts, etc., are dissolved 
along with the alkaloids. When the alkaloid is volatile with 
steam, it can be separated by this means from the liquid, after 


602 ORGANIC CHEMISTRY. [$$ 408-410 


making the mixture alkaline: when it is comparatively insoluble, 
it can be obtained by filtration. Further purification is always 
necessary, and is effected by crystallizing the free alkaloid or one 
of its salts several times. 

408. Constitution furnishes the best basis for the classification 
of the alkaloids. Picrer recognizes eleven groups: 


I. Aliphatic Bases. Methylamine, choline, betaine, and 
muscarine. 

II. Tetrahydropyrrole Bases (395). Tetrahydropyrrole itself 
has been detected in tobacco and opium. 

III. Pyridine Derivatives. Piperine (390), and coniine (409). 

IV. Iminazole Derivatives. Iminazole has the formula 
HC=—CH 


| | 
HN N . This class includes allantoine (269), a constituent 


CH | 

of sugar-beet and other substances. 

V. Alkaloids with Condensed Tetrahydropyrrole and Piper- 
idine Chains. Atropine, and cocaine. 

VI. Purine Derivatives. Xanthine, caffeine, and theobromine. 

VII. Aromatic Amines. Hordenine, and tyramine. 

VIII. Indole Derivatives. Strychnine. 

IX. Quinoline Derivatives. Quinine. 

X. tsoQuinoline Derivatives. Morphine, and narcotine. 

XI. Alkaloids of Unknown Structure. Aconitine, colchicine, 
cytisine, and so on. 


INDIVIDUAL ALKALOIDS. 
Coniine, CsHi7N. 


409. The synthesis of coniine is described in 390. It is present 
in spotted hemlock (Conium maculatum), and is a colourless liquid 
of stupefying odour. It boils at 167°, is but slightly soluble in 
water, and is very poisonous. 


Nicotine, C оН 14N2. 


410. Nicoline is present in combination with malic acid and 
citric acid in the leaves of the tobacco-plant (Nicotiana tabacum). 
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It is a colourless, oily liquid, which is lævo-rotatory, and readily 
soluble in water. It has a tobacco-like odour, which is not so 
marked in a freshly-distilled sample as in one which has stood for 
some time. It boils at 246-7°, and is excessively poisonous. It 
quickly turns brown on exposure to air. Itis a ditertiary base: 
on oxidation with potassium permanganate, it is converted into 
nicotinic acid (391), proving it to be a B-derivative of pyridine. 
The constitutional formula of nicotine is 


CH35—CHgs 


(үз (в, 
NZ 
X NCH, 


with a hydrogenated pyrrole-nucleus methylated at the nitrogen 
atom, and a f-substituted pyridine-nucleus. The formula also ex- 
presses the facts that nicotine is a ditertiary basis and that it yields 
nicotinic acid on oxidation. This formula is proved by the syn- 
thesis of nicotine; which yields an optically inactive modification 
resolvable into components. The levo-rotatory isomeride is iden- 
tical with natural nicotine. The dextro-rotatory form is much less 
poisonous than the levo-rotatory, and also differs from it in other 
respects in its physiological action. 


Nicotine dissolves in its own volume of water to form a sticky, 
viscous liquid resembling glycerol. On warming, this liquid becomes 
turbid, and separates into two liquid layers, the upper being a satu- 
rated solution of nicotine in water, and the lower a saturated solution 
of water in nicotine. 

Systematic investigation of mixtures of nicotine and water in 
various proportions and at various temperatures has proved the two 
liquids to be miscible in all proportions below 60° and above 208°. 
For this range of temperature the mutual solubility is limited. 
A graphic representation of the solubilities (Fig. 88) gives a closed 
curve. The region inside this curve corresponds with two liquid 
layers; that outside with miscibility in all proportions. 

On addition of nicotine to water at 90° there is at first complete 
solution. At a concentration of about 6 per cent., the liquid sepa- 
rates into two layers, but again becomes homogeneous when the 
proportion of nicotine has risen to 82 per cent. When a solution 
containing 60 per cent. of nicotine and 40 per cent. of water is warmed, 
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two layers form at 60°, but heating the mixture in a sealed tube 
restores homogeneity at 200°. 

Other bases, such as f-picoline and 
sid methylpiperidine, exhibit similar behaviour 
towards water. In most instances a com- 


E pletely closed curve is not obtained. The 
180 system phenol—water gives only the upper 

part of the curve, for at low temperature 
- the component phenol separates in the 


solid state before homogeneity is attained. 
For the system triethylamine—water it is 
possible to plot only the bottom part of 
the curve, the critical temperature of one 
200 of the components being reached before 
the liquid becomes homogeneous. 


te 


Temperature, Degrees 


ө | Atropine, C:7H2303N. 


411. Atropine is present in the 
Nicotine berry of the deadly nightshade (Aér 

iene ated: belladonna) and in the thorn-apple, the 

Fic. 88.—TmE SYSTEM — fruit of Datura stramonium. It is 

eee crystalline, melts at 115-5°, and is very 

poisonous. It exercises a “mydriatic” action—that is, when 

dropped in dilute solution on the eye, it expands the pupil: for 

this reason it is employed in ophthalmic surgery. It is optically 

inactive. On heating with hydrochloric acid or caustic soda at 
120°, it takes up water and yields tropine and tropic acid: 

Ci7H2303N + H20 = CgHisON + CoH 1003. 


Atropine Tropine Tropic acid 





It can be regenerated from these two substances by the action 
of hydrochloric acid. Atropine is, therefore, the tropine ester 
of tropic acid (324). The constitutions of atropine and tropine 
are: 


I. II. 
туя mur 
N-CH3 CHO-CO-CH-CH,0H N-CH; CHOH. 
C,H; and 
Н, H——CH2 H3C—CH— ——CHg 
Atropine Tropine 
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This formula for tropine was proposed by WILLSTATTER and is 
based on the decomposition-products of this substance. They 
are 

1. Methylsuccinimide, (I.) indicating the presence of a tetra- 
hydropyrrole-nucleus.* 

2. Tropidine, obtained through elimination of water by heat- 
ing with potassium hydroxide or dilute sulphuric acid: 


CgH4;50N — H30 = С»Н, 3N. 


Tropine Tropidine 


Tropidine can be converted into a-ethylpyridine (II.), proving 
that tropine contains a pyridine-ring. 

Ecgonine (412) is a carboxylated tropine: it breaks down 
to suberone (III.), indicating the presence of a ring of seven 
carbon atoms in the tropine molecule. It has also been estab- 
lished by the usual methods that tropine is a tertiary base, and 
contains a hydroxyl-group: 


СН, Со 


H,—C N*CHg ? II. С.Н; ; 


p 
H3—CH3—CHg 
Cocaine, Ciz Ha O4N. 


412. On account of its use as a local ansesthetic, cocaine is the 
best known of the alkaloids present in coca-leaves (Erythroxylon 
coca). It is crystalline, is readily soluble in alcohol, and melts at 
98°. On heating with strong acids, & benzoyl-group and a methyl- 
group are eliminated, with formation of ecgonine, (I.), so that the 
constitution of cocaine is represented by II.: 


CH,-CH——CH-COOH CH,-CH——CH-COOCH; | 


N-CH, CHOH  ; N-CH; CHO-COCeH,. 
CH.-CH——CH, Ha-CH— CH, 
L | | 


By benzoylating and methylating ecgonine, cocaine is regenerated. 
Ecgonine is a tropinecarboxylic acid. 
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Morphine, C1; H,503N. 


413. Morphine is the longest-known alkaloid: it was obtained 
from opium in 1806 by SERTÜRNER. Opium is the dried juice of 
the seed-capsules of Papaver somniferum, & variety of poppy. It 
їз а very complex mixture, containing caoutchouc, fats, resins, 
gums, sugars, proteins, mineral salts, meconinic acid, 


(CH30)2CgH2(CH20H) (COOH), 


some more organic acids, and other substances, together with 
numerous alkaloids. Twenty of the last-named have been identi- 
fied: of these morphine is present in largest proportion, and con- 
stitutes about 10 per cent. of opium. 

Morphine is crystalline, and melts with decomposition at 230°. 
It is slightly soluble in water, is without odour, and is employed 
as an anodyne and narcotic. 

The reactions of morphine indicate that one of its three 
oxygen atoms is linked as phenolic hydroxyl, proved by its 
solubility in alkalis; the second is present as alcoholic hydroxyl; 
and the third has an ether-linking. On distillation with zinc- 
dust it yields phenanthrene, C,H), so that the empirical formula 
may be expanded to 


Ci7H,903N = С:Н,в№[С, 4[OJOH] HOH]. 


Treatment with methyl iodide in alkaline solution methylates 
the phenolic hydroxyl; the simultaneous addition of methyl 
iodide at the nitrogen (I.) proves morphine to be a tertiary base. 
The product formed is identical with the methyl-iodide derivative 
of codeine. On treatment of this substance with aqueous 
sodium hydroxide, hydriodic acid is eliminated, and another 
tertiary base containing a like number of carbon atoms formed. 
It is called a-methylmorphimethine (II.). On heating with acetic 
anhydride, methylmorphimethine yields a product free from 
nitrogen (IIL), and one containing nitrogen (IV.) The first 
is methylmorphol or 4-hydroxy-3-methory-phenanthrene, convert- 
ible by further methylation into a synthetic product, dimethyl- 
morphol (386), a reaction indicating its structure. The second 
is dimethylhydroxyethylamine, CH20H  CH5- N(CHg)a: 
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CH30- C4H5—CH; CH30- C4H;—CH 
О О 
HO-GH—CH. — /I ^ HO-G,H—CH Eá 
| эчсен, | 
go NCH CHz—CH;- N(CH3)a 
T? eH4 H е 
Ш. 
HO. ene N(CH3s 
IV. 


By combining these facts with others it has been possible to 
assign provisionally to morphine the structural formula 





It represents morphine as a combination of a partially hydro- 
genated dihydroxyphenanthrene containing an ether-linked oxygen 
atom with a hydrogenated pyridine-nucleus having the nitrogen 
atom linked to methyl. 

Heroin is the diacetyl-derivative of morphine. 


Narcotine, C22H2307N. 


414. Narcotine is present in opium to the extent of about 6 per 
cent., its percentage being next to that of morphine. It is crystal- 
line, melts at 176°, and is slightly poisonous. It is a weak tertiary 

base, its salts readily undergoing hydrolytic dissociation. It con-- 
‘tains three methoxyl-groups, and has formula I. Nornarcotine 
has the formula C;,9H4,404N(OH)s. On _ hydrolysis, narcotine 
yields cotarnine (II.), a derivative of isoquinoline, and the anhy- 
dride of meconinic acid, or meconin (III.) : 
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осн, 
С Nes. bona ^w 
А CH3 
CH; | 
ni CH3 CH30. C 
CH СН, 
Нз 
Narcotine 
ОСН; O——CH3 
C CHOH С 
OC. N.e СН; OC. CH 
— сн + | ° 
ос. A 7 — осно. Ан 
CH CH3 С 
ОСН; 
П. ПІ. 
Cotarnine Meconin 


Bromine converts narcotine into dibromopyridine. 


Quinine, C2oH2402Nz2. 


415. The barks of certain trees of the Cinchona and Remya 
families contain a great number of alkaloids. ‘The most important 
of them, on account of its anti-febrile effect, is quinine. Cincho- 
nine, Ci9H220Ne2, is the next best-known: its physiological 
action is similar to that of quinine, but is less pronounced. 

In addition to alkaloids, these barks contain various acids, such 
as quinic acid, quinovic acid, and quinotannic acid: neutral sub- 
stances, such as quinovin, quina-red, etc., are also present. 

Quinine is very slightly soluble in water, and is levo-rotatory. 
In the anhydrous state it melts at 177°, and at 57° when it con- 
, tains three molecules of water of crystallization. It is a strong 
base, and both N-atoms are tertiary. It unites with two equiva- 
lents of an acid. In dilute solution the salts of quinine exhibit a 
splendid blue fluorescence, which serves as a test for the base. 

The constitution of quinine has been elucidated, chiefly through 
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the researches of SkRAUP and of Kénies, the latter assigning to 
it the formula 


CH 


` 


S бн, CH, 


CH C—CH-OH 
cH,0-c7Y \cu 


HC CH 
С 


I. 


which expresses the following properties of quinine. On fusion 
with potassium hydroxide quinine yields quinoline, p-methyl- 
quinoline or lepidine, and p-methoryquinoline from the part of 
the molecule numbered I. in the structural formula; and £- 
ethylpyridine from part II. On oxidation, afy-pyridinetri- 
carboxylic acid is obtained, also from part I. In addition, 
quinine is a ditertiary base, and contains a hydroxyl-group and a 
methoxyl-group. Its additive power indicates the presence of a 
double carbon bond. 

The formula of cinchonine differs from that of quinine in having 
methoxyl replaced by hydrogen. 

The synthesis of the quinine alkaloids from derivatives of 
quinoline and piperidine has been attained. 


Strychnine, C2)H2202N2. 


416. Three extremely poisonous alkaloids, strychnine, brucine, 
and curarine, are present in the seeds of Strychnos nux vomica, as 
well as in others of the Strychnos family. Little is known of the 
chemical nature of curarine, although it has been much studied 
from a physiological standpoint: when administered in small doses, 
it produces total paralysis. Strychnine and brucine cause death, 
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preceded by tetanic spasms—that is, contraction of the muscles; 
curarine is, therefore, employed as an antidote. 

Strychnine is crystalline, and melts at 265°; it is almost insoluble 
in water. It is a monohydric, tertiary base, only one of its N- 
atoms exhibiting basic properties. On fusion with potassium 
hydroxide, it yields quinoline and indole; and when distilled with 
slaked lime, it is converted into f-picoline (389). Heating with 
zinc-dust produces carbazole (382) and other substances. 

W. H. Perkin, JUN., and RoBINsoN consider the chemical 
properties of strychnine to be represented most completely by 


the formula 
CH; 


Л Сы 


Un bn CHa. 


ММ МТ ХМ 

N С CH CH; 
do X tmu bu, 
Б 


a NZ 
Сн, CH-OH 


Brucine differs from strychnine in having methoxyl-groups 
as substituents in positions 1 and 4. 


INDEX 


The basis of the arrangement of this index is three-fold: 


(1) The numbers refer to pages. 


(2) In all instances of possible ambiguity as to the identity of the principal references, 


they are given in old-style figures. 


(3) Where a reference is a sub-division of a principal heading, it is indented one 
em space for each word of the principal heading not repeated Portions of words followed 
is 


by a hyphen are treated as words for the purposes of t 


À. 


Abbreviated thermometers, 32. 

ABDERHALDEN, 344. 

ABEL, SIR FREDERICK, 39. 

Absolute alcohol, 58, 59. 

Acetal, 258, 259. 

Chloro-, 303. 

Acetaldehyde, 69, 132, 133, 137—141, 
144-145, 163, 167, 177, 179, 181, 
184, 191, 195, 230, 232, 258, 259, 
273, 305, 320, 429, 502, 541, 575, 
576. 

~ammonia, 137, 575. 
Synthesis of, 191. 
Acetals, 137-138, 187, 284, 285. 
Acetamide, 127, 128. 
hydrochloride, 128. 

Acetaminohy drazobenzene, p-, 422. 

Acetates, 111, 112. 

Acetic acid, 2, 16, 56, 61, 62, 94, 104, 

105, 107, 109-112, 117-125, 
132, 146, 163, 173, 190, тоз, 
204, 222, 223, 227, 256, 305, 
307, 403, 420, 433, 441, 456, 
502, 585, 596. 

Glacial, 16, 31, rr0, 414, 559. 

Chloro-, 203, 04, 222, 223, 228, 
320, 323, 598. 

Synth sis of, 191. 

anhydride, 120, 136, 138, 264, 282, 
a 443, 456, 489, 503, 587, 601, 


fermentation, 291. 
Acetoacetic acid, 306. 
ester. See ethyl acetoacetate. 
synthesis, 306-309. a 
Acetoanilide, 414, 417, 475. 
Acetobromodextrose, 282. 
Acetoferric acetate, 112. 


arrangement. 


Acetone, 16, 56, 61-63, 88, 132, 135, 
146, 147, 154, 155, 161, 162, 164, 
166, 167, 179, 181, 183, 184, 188, 
191, 250, 257, 258, 302, 307, 316, 
398, 530, 548. 

Synthesis of, 191. 

Acetonitrile, 102. 

Acetonuria, 146. 

Acetonylacetone, 258, 309, 586. 

Acetophenone, 441, 455. 

Acetoxime, I $, 316. 

hydrochlori e, 135. 

Acetyl-acetone, 257, 258, 312. 

chloride, 119, 120, 121, 136, 253, 
257, 305, 311, 357, 437, 441, 579. 

-coumaric acid, 502. 

-group, 107 

-mesidine, 508. 

-phenetidine, 477. 

-salicylic acid, 487. 

Acetylene, 159-163, 178, 185, 180, 
191, 348, 398, 455, 575, 585. 

bromide, 167. 
-dicarboxylic acid, 218. 
Acid-albumins. See meta-proteins. 
anhydrides, 120, 208, 209. 
azides, 129, 367. 
chlorides, 119, 120, 127, 133. 
decomposition, 306, 307, 308. 
hydrazides, 129. 
-ureides. See ureides. 

ласа СһН,„Оз, 1 4-118, 130, 170, 
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Ca Hs - 3O;, 170-175. 

CH; - Оз, 175, 176. 

C,H40;, 172, 173. 
Acidylglycollic acid esters, 330. 
Aci-modifications, 451. 
Aconitic acid, 220. 

Aconitine, 602. 
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деу 168, 177, 178, 191, 192, 


Nu 175. — 
-ammonia, 177, 575. 


-aniline, 
An See acraldehyde. 


lic icd 168, 170, 171, 177, 321. 

да itions-reactions, 1 

Adipic acid, 199, 521, 561. 
anhydride, 385. 

Adjacent compounds, 396. 

Adrenaline, 

Actio-phyllin, 584. 

К -рогрһогш, 584. Ж 

muscarius, а 
о 21. 
Alanine, 320, 323, 340, 342. 


proteins 
шшш 3 332, 334, 335, 336, 337, 


Albumose, 335. 
Alcohol. See ethyl alcohol. 
Alcoholates. See alkorides. 
Alcoholic lee rea 56, 57, 272, 


‘ae 290-293, 324. 
= one 453. m 


1: OH, 51-69, 80, 81, 
А 80, 119-121, 128, 129, 148, 


ee 
Aldehy See acetaldehyde. 

чеш, 139, 140. 

sulphite compounds, 134. 
Aldehydes, 130-145, 149, 160, 161, 

185, 187—189, 198, 226, 263, 315, 
382. 438-441. 

Aldehydo-acids, 304. 

-alcohols. See sugars. 
Aldohexoses, 361, 263, 278. 
Aldol, 139, 140, 178. 
Aldopentoses, 278, 279. 
Aldoses, 261, 262, peels 277. 
Aldoximes, 135, 1 
ager compounds 158, 159, 38r, 

353-3 

Aliphatic. Smpn 35, 36-380. 
Alizarin, 562, 566—568 

diacetate , 567. 
Alkali-albumins. See meta- proteins. 
Alkaloid-reagente, 600. 
Alkaloids, 293, 492, 600-610 
Alkorides, 51, 69, 70, 71, 81, "106, 108, 


| 
| 
-ureas, 363, 364 
Alla 
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Alkylanilines, 418. 


-glucosides, 286. 


-groups, 38. 
halides, 72-75, 77, 81, 86, 87, 97, 
148, 154, 166, 181. i 
-hydrazines, 91. 
magnesium halides, 100, 104, 122, 
135, 318. 
nitrites, 92. 
-nitrolic acids, 94. 
-gulphinic acids, 83. 
Sap honic acids, 83. 
ony] chlorides, 83. 
inane err 75, 76, 82, 150. 


Alkylenes. See olefines. 
ntoine, 372, 373, 602. 

Allocinnamic acid, 457. 

Allotropy of carbon, 19. 

Alloxan, 371-373, 375. 

Alloxantine, 372. 

Allyl alcohol, 166, 167, 168, 169, 177, 
186, 190, 195, 202, 203. 


-aniline 

bromide, 1 , 185, 186. 
chloride, 1 , 167, 168. 
cyanide, 1 172. 

iodide, 167, 160, 170, 172. 
isothiocyanate, 355. 


magnesium bromide, 172. 
sulphide, 169. 

Allylene, 159, 160. 

Aluminium acetate, 112, 481. 
acetylacetone, 258. 
mellitate, 499. 

Amber, 207. 

Amic acida, 202. 

Amidines, 129. 

Amidoximes, 129. 

Amine hydrohalides, 87. 

Amines, 85—091, 96, 136, 406, 412—425, 
497, 601. 

Amino-acetal, 303. 
-acetaldehyde, 303 
-acetic acid. See glycine. 
-acids, 291, 320-325, 326, 327, 340. 
Di-, 340. 

Dibasic mono-, 340, 342. 

Hydroxy-, 

Monobasic mono-, 84 . 

-alcohols, 197 

-aldehydes, 303. 

-anthraquinone, 2-, 529. 

-820-дуев, 481, 482. 

432, .78, 480, 482, 


483. 
barbituric acid, 373. 
-bensenesulphonic acid, p-. See 
sulphanilic acid. 


-ben ene, 


INDEX 


Amino-benzolc acid, o-. See anthra- | 


nilic 
acids, 493, 494, 512. 
-benzoylformic са, 0-, 594. 
-butyric acid, у-, 
Lactam of y-, (^ 
-caproic acid, ae-. See lysine. 
-chlorides, 128. 
-cinnamaldehyde, o-, 591. 
-cinnamic acid, o-, 5 593 
-glutaric acid, a-, 325. 
-guanidine, 
-§-guanino-n-valeric acid, a-. See 
arginine. 
-~iso-butylacetic acid. See leucine. 
-ketones, 303. 
-mandelic acid, o-, 594. 
-p-ethylvaleric acid, «-. 
leucine. 
-naphthalene, 506, 507. 
-naphthol, 1 : 2-, 559. 
-nonoic acid, 9-, 176. 
-phenol, o-, 477. 
р-, 43, 423, 185, ША 476, 477. 
-phenols 


ү: ка, o-, 594. 
-arsinic acid, p-, 477. 
Ри ашшорьонунаше, Р-, 


See alanine. 


See iso- 


короо acid, a-. 


-succinamic acid. See asparagine. 
-succinic acid. See aspartic acid. 
—thiophen, 587. 
hy chloride, 587. 
-valeric acid, a-, 340. 
Ammonium carbamate, 366. 
тои 348, 349 
anate, 362, $ pes 
oA date: 202, 34 
picrate, 464. 
succinate, 209. 
thiocyanate, 368, 369. 
ee nitrileglucoside, 349. 
шуша lin, 266, 349, 439. 
acetate, iso-, 121 
alcohol, Normal, 53, 54, 81, 148, 
560 


314, 560. 
alcohols, 53, 57, 64, 65, 66, 401. 
bromide, Normal primary, 74. 
chloride, Normal primary, 74. 
lodide, Normal primary, 74. 

Optically active, 66, 67. 
isovalerate, 180-, 121. 
nitrite, 256, 536. 

-sulphuric acids, 152. 
Anylene, Normal, 149. 
Amylenes, 148, 149, 152, 154. 
Amylocellulose, : 
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Amyloid, 300, 301. 
Ansesthetics, 182. 
Analysis, Example of, 10, 11. 


рее acid, ы? 
ydro-bases, 477. 
-formaldehydeaniline, 415, 416. 


Anilides, 414. 

Aniline, 263, 270, 301, 407, 415, 416, 
417, 424—496, 431, 433, 435, 440, 
446, 473, 474-476, 479, 512, 546, 
547, 561, 590, 597. 

-black, 479. 

-blue, 547. 

-dyes. See coal-tar colours. 

hydroarsenate, 477. 

x /drochloride, 416, 418, 432, 547. 
e hydrogen sulphate, te, 477. 

tate 426. 

-yellow, 482. 

Animal fats, 35, 112-115. 

Anisanilide, 445 

Anisole, 412. 

ANscHtU'Tz, 563. 

Anthocyanidins, 490. 

Anthocyanins, 319, 490 

Anthracene, 552, ы 566, 567, 

-oil, 400, 552, 562, 

Anthranilic acid, 493, 494, 509, 597. 

Anthranol, 566 

Anthraguino 56, 566 ; 

um derivative of, 565. 

Anthraquinone, 563-566, 567, 568, 


oxime, 565. 
-sulphonic acids, 567. 
Anthrone, 566. 
Antifebrine. See aceloanilide. 
Antipyrine, 589. 
Antiseptics, 184, 411, 487. 
Apiose, 269, 282. 
Apricot-stones, 269. 
Arabinosazone, 269. 


279-281, 293, 303. 
-methylphenylhydrasone, 271. 
Arabitol, 193, 2 90 
Arabonic acid, 290. 
Arginine, 340, 342, 369. 
Argol, 240. 
ARMSTRONG, 408. 
Aromatic compounds, 35, 381, 389- 


571. 
“ Arsacetin,” 478. 
Arsenobenzene, 446. 
Arsines, 96, 97. 
Arsinobenzene, 446. 
Artificial camphor, 534. 
Asparagine, 292, 324, 32 
Aspartic acid, 32s, 337, 342. 2 


ah 
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Asperula odorata, 501. 
Asphalt, 40. 
Artificial, 40. 
“Aspirin.” See acetylsalicylic acid. 
Asymmetric carbon atoms, 66—68, 
326, 327. 
nitro:en atoms, 250, 251. 
phosphorous atoms, 250. 
selen 1m atoms, 250. 
silicon atoms, 250. 
sulphur atoms, 250. 
synthesis, 293, 294. 
tin atoms, 250. 
Asymmetry, molecular. See molecu- 
lar asymmetry. 
Atoms, Law of the even number of, 
4 


7. 
** Atoxyl," 478. 
Alropa belladonna, 604. 
Atropine, 453, 602, 604, 603. 
Autogenous welding, 163. 
Auxochromeic groups, 450. 
Axial-substitution, 251. 
Azelaic acid, 174, 199. 
M 420, 421, 422, 424, 425, 
446, 4 
-dyes, 476, 479-484. 
Azoxy-benzene, 420, 421, 424, 425. 
-phenetole, p- 421. 
Azulminic aci ga 


B. 


Bacillus acidi levolactict, 248. 
BAEYER, VON, 149, 157, 209, 218, 
318, 329, 395, 441, 469, 525, 544, 
582, 590, 593. 
Balsam of Peru, 436. 
Tolu, 389, 436. 
Baty, 480. 
Barbituric acid, 373. 
Barium acetate, 173. 
carbine, 350. 
cyanide, 350. 
ethoxide, 70. 
ethylsulphate, 76. 
stearate, 173. 
thiocyanate, 354. 
trithiocarbonate, 360, 361. 
BAUMANN-SCHOTTEN reaction, 437. 
BAUMHAUER, VON, 59 
BECKMANN, 136. 
-transformation, 136, 176, 353, 445. 
Beer, 550. 
Beer, 58, 109. 


ax, 122. 
Behenolic acid, 224. 
BEILSTEIN’S test, 5. 
Benzyl-aniline, 415. 


Benzyl-chloride, 438, 450, 456, 542. 
Benzaldehyde, 281, 349, 415, 423, 435, 
437, 438-441, 452, 453, 455, 456, 
524, 543, 551, 580. 
-ammonia, 440. 
-phenylhydrazone, 440. 
Benzaldoximes, 443. 
Benzamide, 435, 437, 438. 
Benzaniside, 445, 
Benzantialdoxime (a), 443, 444. 
Benzene, 16, 30, 100, 161, 339, 359, 
381, 386, 389-403, 404, 406, 
441,.448, 458-464, 473, 478, 494, 
512, 513, 521, 522, 524, 540—542, 
220, 553, 563, 564, 570, 575, 585- 
Constitution of, 389-395. 
-diazohydroxide, . 432. 
-diazonium chloride, 428-433, 481, 
. . 482, 484, 487. 
Benzene-diazonium hydroxide, 423, 
427, 428, 432. 
nitrate, 426. 
m hate, 429. 
phonic acid, 476. 
кпш, 430. 
-disulphonic acid, m-, 462, 464. 
0-, 462 
p-, 462. 
Molecular ee of, 11, 12. 
-sulphonamide 
-sulphonic d 397, 408, 430, 522, 
535, 587. 
-sulphonyl chloride, 408, 409. 
-syndiazo-chloride, 430. 
eee 428, 430. 
Benzhydrol, 441. 
Бело е, 421, 422, 540, 541, 557, 


-diazonium chloride, 558 
sulphate, 422. 
-transformation, 421, 542. 

Benzil, 551. 

dioxime, 551. 

Benzilic acid, 551. 

Benzine, 39. 

Benzolc acid, 29, 322, 339, 389, 434- 
437, 438, 441, 449, 452, 453, 156, 
484, 485, 515, 595, 540, 517, 5506, 
582 


anhydride, 437. 

iminoether, 438. 

sulphinide, o-. See “saccharin.” 
Benzoin, 551, 
Benzo-nitrile, 435, 438, 443, 454, 573, 

-o-sulphonami e, 485. 

-phenone, 441, 442, 541, 549. 

-oximes, 443. 
-purpurins, 557, 558. 


INDEX 


a 


Benzo-quinone, 466, 473, 474, 476, 
479, 511, 524, 543, 558, 559. 
dioxime, 474. 
mono-oxime, 465, 471. 
-trichloride, 434, 450. 
Benzoyl-benzoic acid, o-, 564. 
canos; 435-437, 438, 441, 450, 


-formic acid, 294. 
-hydrogen peroxide, 441. 
-piperidine, 573. 
-&erine, 341. 
Benzpinacone, 441. 
Benzsynaldoxime (8 or tso), 443, 444. 
Benzyl alcohol, 435, 438, 440, 453. 
-amine, 450, "454, "561 


bromide, 44 8, 449. 

chloride, ш. 449, 450, 452-453, 
541, 550. 

cyanide, 452. 

halides, 448-450. 

iodide, 449, 450. 

-idene-ani 


e, 440. 

лик ые 423. 
BERNTHSEN, 544. 
BERTHELOT, 2, 28, 122. 
BERZELIUS, 1. 
Betaine, 323, 600, 602. 
Betaines, 323. 
BEYERINCK, 291. 
шшш reactions, 88, 125, 126, 


Bioses. See dioses. 
Bior, 66. 
Bismarck-brown, 482, 483. 
Bismuth mercaptides, 82. 
* Bisulphite" process, 403. 
Bitter almonds, 286, 349, 407, 439. 
Biuret, 333, 364, 365. 
Teaction, 333, 335, 336, 339, 344, 


5 
Blasting gelatine, 193. 
BOEsEKEN, 401, 467, 468. 
ошо apparatus, EvKMAN's, 

17, 18. 

Determination of, 2. 
BoNpr, 1806. 
Borneo camphor. See borneol. 
Borneol, 535, 537. 
Bornyl fumarate, 294. 
pyroracemate, |, 294. 

BouRqvuELor, 286. 
Brain-substance, 197. 
Bran, 269. 
Branched chains, 47. 
Brandy, 58 
Brassidic acid, 174, 175, 224, 225. 


Brassylic acid, 199. 
BRAUN, vox, 573. 
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BRnEDia, 330. 
BREDT, 537. 
BRiGHAM, 110. 
Brisan effect, 193, 301, 356. 
Bromination - method of 
MEYER, 185. 
Bromo-acetaldehyde, 266. 
-acetic acid, 222. 
-acetylidene, 167. 
-anthraquinone, 564. 
-benzene, 11, 390, 397, 400, 404, 
405, 416, 417, 429, 435, 447, 
461, 512, 556 
-sulphonic acids, 461. 
-benzoic acid, m-, 48-4. 
р-, 484, 509, 510. 
-benzophenone, 443. 
-benzoylbenzoic acid, 564. 
-butylene, Mono-, 155. 
-camphorsulphonic acids, 250. 
-erucic acid, 224. 
-ethylamine, 497. 
Bromo-fumaric acid, 216. 
-isobutyric acid, 173. 
-maleic acid, 215, 216. E 
anhydride, 216. 
-malonic acid, 234. 
-naphthalene, a-, 556. 
ene 0-, 462, 515. 
462, 515. 
-pht thalic anhydride, 564. 
-propionic acid, a-, 231, 
-propylene, ed nr 
-succinic acid, 2 
-thiophen, s 
-tolyenes, 449. 
Bromoform, 183. 
Brucine, 609, 610. 
Bruyn Lopry DE, 69. 
Воснмек, EDUARD, 290, 291. 
Вомзем, 98, 365. 
Butane, 37, 38, 42, 43, 48. 
cyclo-, , 984. 
Butanol, cyclo-, 384. 
Butanone; cyclo-, 384. 
But Lerow, 155. 
Butter, 112, 113. 
of antimony, 389. 
Butyl-acetylene, 159. 
alcohol, iso-, i» 54, 63. 
Normal, 53, 54, 63. 
Secondary, 53, 54, 63, 125. 
-amine, 7-, 
cyclo-, 384. 
bromide, cyclo-, 384. 
Normal primary, 74. 
bromopropionate, tso-, 231 


-carbinol, iso-, $3, 64, 324. 
Secondary, $3, 64, 324. 


ViCTOR 





616 


Butyl-carbinol, Tertiary, 53. 
-carboxylic acid, cyclo-, 384. 
chloride, Normal primary, 74. 
derivatives, cyclo-, 383, 384. 
-dicarboxylic acid, cyclo-, 383. 
-group, 38. 
iodide, £so-, 154. 

Normal primary, 74. 
secondary, 193. 
Tertiary, 150, 154. 
-sulphuric acid, Tertiary, 150. 
Butylene, cyclo-, 384. 
180-, 150, 154 155. 
Normal, 1 


pseudo-, 23 
Butyraldehyde, Normal, 131. 
Butyric acid, tso-, 112, 113, 227, 536. 


ormal, 106, 107, 112, 113, 117, ; 
a 171, 173, 222, 264, 213, ' 


fermentation, 273. 
Butyrolacetone, 228, 233. 
Butyryl chloride, Normal, 131. 


-group, 107. 


C. 


Cacodyl, 98. 

chloride, 98. 

oxide, 98. 

-test for acetates, 98, 112. 
Cadaverine. See penlamethylenedia- 

mine. 
Cafeine, 374, 375, 376-378, 600, 602. 
Calcium acetate, 56, 109, 132, 146, 
191. 

acetylene. See calcium carbide. 

adipate, 384, 385, 520. 

benzoate, 389. 

carbamate, 366. 

carbide, 162, 356. 

citrate, 252. 

cyanamide, 356. 

diphenate, 541. 

ethylsulphate, 75. 

glycollate, 228. 

-isobutyrate, 113. 

-n-butyrate, 113. 

oxalate, 207. 

pimelate, 520. 

salicylate, Basic, 487. 

suberate, 386. 

succinate, 207. 


rate, 240. 
Calculation of formulz, 9-19. 
perce ntage-composition, 9-11. 
Calico-printing, 112, 253. 
Camphane, 533, 534, 537, 538. 
-group, 535. 


INDEX 


корю ре 535-538. 
our, 53 

-quinone, 236. 

Synthesis of, 537. 
үү acids, 536-538, 

dride, 536. 

Camphoronic acid, 536, 537. 
Camphors, 386, 403, 520, 535—538. 
Cane-sugar. sucrose. 
союшу 163, 186, 360, 538, 539, 


Capric acid, 107, и 174, 308, 525. 
Caproic acid 107, 1 
Caprylic acid, 107. 

Caprylonitrile, 103. 

Caramel, 284 

Carane, 533, 534. 

Carbamic acid, 366. 

| Carbamyl chloride, 435. 

| Carbamide. See urea. 

Carbazole, 562, 610. 

ee Metallic. See metallic acet- 
Carbinol. See methyl alcohol. 
Carbinols, 54. 

ae ic compounds, 38r, 383- 


Сое See sugars. 
Carbolic acid. See phenol. 

oil, 400, 409, 552. 
Carbon chains, 47. 

xoa 28, 183, 314, 360, 361, 


56 
oxy-chloride. Sce carbonyl chloride. 
рше 354, 355, 361. 
suboxide, 206. 
tetra-bromide, 37, 181. 
-chloride, 37, 181, 183. 
-fluoride, 404. 
Carbonic аһ 359. 


esters, 360. 
Carbonyl chloride, 182, 316, 359, 362, 
419, 435, 441. 
-hzmoglobin, 338. 
Carbostyril, 593. 
Carbylamines. Sce isonilriles. 
Carbylamine-test, 102, 415. 
CARIUS, 8. 
Carone, 534. 
Carvacrol, $32, 537. 
Carvone, 532. 
Carvoxime, 532. . 
Casein, 334, 341, 342. 
Caseinogen, 334. 
Castor-seed, 114. 
Catalytic action of aluminium halides, 
401, 441, 449, 489. 
antimony itachloride, 186. 
calcium chloride, 145. 


INDEX 


саву action of copper, 133. 
ferric es, 185, 404, 
458, 484, 515. 
hydrogen i ions, 330. 
Tr acids, 125, 138, 144, 
145 


nickel, 36, 134, 152, 521. 

palladium, 522. 

rhodium and other platinum- 
group metals, 109. 


449, 


sulphuric acid, 138, 144, 145. 


Catechol, 465, 466, 467, 473, 488, 503, 
568. 


Catechu, 491. 
CAYLEY, 49. 
Cellose, 300. 
Celluloid, 301. 
Cellulose, 299-302, 403. 
Centric formula for benzene, 394, 395. 
naphthalene, 554 
Cetyl alcohol, 69. 
CnaTTAWAY, 358. 
Chemical reduction-products, 423. 
Chemistry of silicon, 98 
Cherry-gum, 268 
CHEVREUL, 115. 
Chitin, 303. 
Chitonic acid, 303. 
Chitose, 303. 
Chloral, 60, E 223, 238-260, 304. 
alcoholate, 25 
hydrate, 2 4 9, 260, 304, 310. 
Chloro-acetic aci 
-acetone, 154, 160, 165. 
-acetyl chloride, 503 
-catechol, 508 
-aniline, m-, 510. 
p-, 431, 479. 
-benzene, 397, 405, 429, 430, 459, 
4061, 516, '556. 
e сас, P, е 
anide, e, Pes 
Ke a 484. 
o-, 484. 
p-, 435, 
шор е, p-, 431. 
-benzophenone, 443. 
To оа acid, a-, 222 
-buty ише, ¥-, 325. 
-cafteine, 377. 
-carbon, 459. 
-carbonic esters, 360. 
-cyclohexane, 522. 
-ether, 195. 
-ethers, 
-formic esters. 
esters. 


See chlorocarbonic 
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Chloro-methylene, 182. 


-naphthalene, a-, 556. 
-nitro-aniline, 510. 
-benzene, m-, 459. 
o-, 459, 515. 
P-, 459, 219, 515. 
PNG ae 


АЕ £15, 5 535. 

P-, 462, 515, 535. 
-propionic acid, a-, 323. 
Od a, "165, 166. 

В-, 165, 166. 

л B-, 573, 584. 
-succinic acid, 

L-, 326. 

-toluene, o-, 448, 516. 


p-, 448. 

Chloroform, 16, 28, 60, 102, 181-183, 
223, 259, 260, 349, 368, 500, 501, 
538, 542, 584, 595. 

Chlorophyll, 582, 584, 585. 


>, 585. 
Chlorophyll-grains, 294. 
Chlorophyllins, 584. 
соо om 600, 002, 

oline, 196, 197 
Chondrin, 334 336, 33 
Chondroitinsulphurio s M id, 337. 
Chondrosin 
Chromogens, 480. 
Chromophore-groups, 480, 599. 
Chromoproteins, 335, 338. 
Crean no 482. 

Сыма Й acid, 593. 
eee 908, 609 


ќе : 
mandelatee, 452, 453. 
d-tartrate, 248. 
L-tartrate, 248. 
Cineol, 529. 
Cinnamaldehyde, 4506. 
Cinnamic acid, 456, 457. 
Allo-, 457 


acids, iso-, 457. 

Cinnamyl 1 alcoho, 455, 456. 
Citral. See geranial. 
Citric acid, 352, 253, 287, 602. 
Curomyces g 

pfefferianus, 252. 
CLAISEN, 256, 257, 306. 
Classification of organic compounds, 


35. 
Clupeine, 342. 
Coagulated proteins, 335. 

tion, 332, 333. 
, 159, 399. 
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Coal-gas, 36, 148, 159, 350, 399, 402, 


сма 37. 
-tar. See dar. 
colours, 399, 416. 
Cocaine, 602, 605. 
Cocoa, и | 


Codeine, 

methyl iodide derivative, 606. 
Coefficient of distribution, 29. 
Coffee, 375. 
Cognac, 58. 
Coke, 399. 
Colchicine, 602. 
Collagens, 336, 337. 
Collidine, '57 5, 576. 
Collidines, 575, 576. 
СошлЕ, 317. 
Collodion, 301. 
Colloids, 332, 493. 
Colophonium, 498. 
Colour-bases, 545, 546. 
Combustion furnace, 5. 

or peat : 

wood, 142. 

Combustions, 5-8. 
Compound ethers. 
Condensation, 140. 
Conde rings, 381, 552. 
Confectionery, 272. 
Conglomerate, 249. 
Congo-dyes, me 558. 


See esters. 


Coniine, 576, 577, 600, 602. 
180-, ‚ 577. 

Conium maculatum, 602. 

Conjugated proteins, 335, 337, 338. 
linking, 392, 395. 


system, 164. 
гам of substitution-type, Rule 


of, 514. 
Constitutional formula, 46, 53. 
Constitution of alcohols, 

nHen+1° OH, 51-53. 
Contact-difference of potential, 380, 


422, 423. 
Copper сумо 258. 
acetylene, 160, 162. 
ium tartrate, 240, 241. 
mercaptides, 82 
-oxide test, 4. 
-zinc couple, ` 151. 


Corneiin, 337. 
Corn-flower, 490. 
Cotarnine, 607, 608. 
Cotton, 299. 

-seed, 269. 

-wool, 300, 301. 


INDEX 





Coumaric acid, 501. 
Coumarin, 501, 502. 
Coumarinic acid, 501, 502. 
Cnarrs, 400, 401. 

* Cream of tartar,” 240. 
Creatine, 370. 

Creatinine, 370. 
Creosote-oil, 400, 409, 552. 


Cresols, 409, 4 
Critical шш of saturated hy- 
drocarbons, 43. 
Croconic acid, 385, 386. 
Crotonaldehyde, 140, 178. 
-ammonia, 575. 
Crotonic acid, 170, 171, 172, 175, 178, 
, 213, 223, 228. 
1 


Cryoscopic methods, 14-18, 345. 
solvents, 14, 15, 16, 402, 103. 
Crystalloids, 332. 
Crystal-violet, 545. 
Cumene, 402. 
Cupric cyanide, 347. 
pheny propiolate, 455. 
Cupric xanthate, 361. 
Cuprous cyanide, 347. 
xanthate, 361. 
Curarine, 609, 610. 
CunTIUS, 329. 
Cyamelide, 352, 358, 362. 
УЗШШ 340, 356, 364, 368- 


Cyanic acid, 351, 352, 353, 354. 
180-, 352, 362, 363. 
ко 353. 

0-, 353, 354, 361, 363, 367. 
Сувпібев: 347, 348, 349 351. 
Cyano-acetic acid, 203, 2 

zolc acid, o-, 495. 
-hydrin-synthesis, 134, 135, 226, 
230, 252, 267—269, 274, 280, 281, 
293, 308. 
-propane, a-, 186. 
-quinolines, 592. 
Cyanogen, 200, 347, 348. 
chloride, 3 53. 
derivatives, 347-358. 
Cyanurie acid, 351, 352, 357, 358, 362, 


Insoluble, See cyamelide. 
180-, 357, "358. 

bromide, 357. 

chloride, 353, 357. 

esters, 357, 358. 
iso-, 353, 357, 358. 


INDEX 


Cyclic compounds, 35, 158, 159, 258, | 


381-610 


hydrocarbons, CnHzn, 383-388, 
520-522 


Cymene, 389, 402, 403, 525, 526, 533, 
538. | 


m-, 534. 

p-. See cymene. 
Cysteine, 341. 
Cystine, 341, 342. 


Cytisine, 602 
D. 
Datura stromonium, 604. | 
Decamethylenedicarboxylic acid, 
199. 
Davy, J., 359. 
Decane, 42. 
Definition of organic ea 1. 
Dehydromucic acid, 58 
DEIMAN, 186 


Denaturation of albumins, 332. 
ethyl alcohol, 56, 60, 61. 

DENNSTEDT, 7 
Density, 32. 
Deoxy caffeine, 378. 

-compounds, 378. 
Depressimeter, EvkMAN's, 17, 18. 
Depression of the freezing-point, 14- 

18 


Molecular, 14, 15, 16. 

Depsides, 491, 492. 
Desmotropy. See tautomerism. 
Detection of carbon, 3, 4. 

carbonyl-group, 136. 

Pr 4, 5. 

hydrogen, 3, 4., 

nitrogen, 4. 

oxygen, 5. 

phosphorus, 4. 

sulphur, 4, 5. 

water in acetone and alcohols, 

59. 


Determination of ate” 32. 
melting-point, 31, 3 
molecu weight, 11-19. 
specific gravity, 32. 
vapour-density, 12-14. 
Developers, 201, aoe 477. 
Dextrin, 296, 298, 299 . 
Dextrins, 296. 
Dextrose, 56, 57, 229, 252, 270-273, 
274, 276, 278, 280-286, 289, 291- 
296, 300, 344, 349, 468, 469, 486, 
492, 566, 597. 
a, 271, 272, 286, 468, 469. 
В-, 271, 273, 286, 468, 469. 


е”, ’ 
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Diabetes mellitus, 146, 270. 


Diacetoneamine, 146. 
-propane, 539. 


Diacetyl, 256, 305, 3 


Discs lenedicarboxyli acid, 218. 
Dialdehydes, 254, 255 


Dialkyl-phosphines, 96. 


-phosphinic acids, 97. 
Diallyl, 255. 
Diamines, 196, 209. 
Diamino-azobenzene. See chrysoidine. 

-dih үчун ореанее 478. 

ihydrochloride, See salvarsan. 

-stilbene, p-, 550. 

-trihydroxydodecanic acid, 341. 
Diam еле, 152. 

Dianthracene, 562. 

Diastase, 57, 282, 296 

Diazo-acetic ester. See ethyl diazo- 
acetate. 

-aminobenzene, 431, 432. 

-compounds, 329, 330, 425-433. 

“ад, o: 430, 431. 

зуп-, 42 3 
-hydrates, anti-. 
drozides, anti-. 

Diazonium compounds, 410, 415, 


5-433, 434. 
рб acids, 198-220, 234-246, 
94—499 


4 ; 
Dibenzalcyclohexanone, 524. 
Dibenzh xamic acid, 450. 
Dibenzyl, 550, 551. 

-amine, 454. 
Dibromo-acetic acid, 304. 

-benzene, m-, 390, 458, 509. 

a 5. 


Sce diazohy- 


n acid, 224, 225. 
-butyric acid, 175. 
-erucic acid, 224, 225. 
-indigo, Symmetrical, 599. 
-menthane, 531. 
-menthone, 526. 
-nitroethane, 94. 
-propane, a«'-. 
bromide. im 
-propane, af-, ie 
-pyridine, 608. 
succinic acid, 214, 215, 235. 
130-, 214, 215, 216, 235. 
-thiophen, 586. 
Dicarbonyl-bond, 284. 
Dichloro-acetal, 258, 259. 
-acetic acid, 222, 223. 
-асе{опе, 252. 
-benzene, m-, 458, 551. 
515 


0-, $ 
p-, 479, 515. 


See trimethylene 
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Dicnlory Saya 186. 
-hydrin, E e See glycerol 
dichlorohyd 
Didiphenylene ethylene, 542. 
Diethoxy-8-chloropurine, 2 : 6-, 377. 
Diethyl. See also ethyl. 
-acetonedicarboxylate, 469. 
-acetylenedicarboxylate, 587. 
-carbinol, 53. 
carbonate, 360, 362, 366. 
butyldicarboxylate, 383. 
iacetylsuccinate, 309. 
dibromomalonate, 310. 
dihydrocollidinedicarboxylate, 575. 
disodiomalonate, 204, 219, 383. 
disulphide, 82. 
ether. ether 
malate, 234 
malonate, 204-206, 210, 211, 314, 


monosodiomalonate, 204, 205, 207, 
219, 311, 314, 325, 469, 498. 


oxalate, 202. 

phloroglucinoldicarboxylate, 469. 

succinate, 521. 

succinylsuccinate, 521. 

sulphate, 75, 76. 

sulphonedimethylmethane. 
sulphonal. 


Dih drie alcohols. See glycols. 
sh enols, 465—407. 
ydro-cinnamic acid o-carboxylic 


end 560. 
Dihydro-aaphthalene. See naphtha- 
lene dihydride. 
-pyrrole, 2 : 3-, 584. 
Dihydroxy-acetone. See glycerose. 
-acids, 235-240, 487, 488. 
-anthraquinone. See alizarin. 
-azobenzenesulphonic acid. 
resorcin- 
-benzene, m-. See resorcinol. 
o-. See catechol. 
p-. See quinol. 
-flavone, 1: 3-. See chrysin. 
-fluoran. Je 
-naphthalene, 2 6, 559. 
-phenanthrene, 60 7. 
-xanthone, 1 : 2'-. See euzanthone. 
Di-iodopurine, 376. 
Ditsopropyl, 48. 
Diketens, 206. 
Diketo-cyclohexane, P $21, 523. 
ci 


See 


See 


-piperazine. See glycine anhydride. 
Diketones, 255-258 
Dimethoxyphenanthrene. See di- 

methylmorphol. 


Pe ee 161. 
-allene, 163, 164. 


INDEX 


ey 375. 
-amine, 87, 90, 143, 419. 
-aminoazobenzene, 432, 481. 
-sulphonic acid. See heltanthine. 
-aniline, 418, 419, 432, 440, 481. 
543, 547 


hydrochloride, 483. 

0-0-, 518. 
-arsinic acid, 97. 
-benzenes. хуіепез. 
-diethylmercaptole, 147. 
-ethylcarbinol, 53, 163. 
-ethylene, Symmetrical, 149. 

Unsymmetrical, 149. 
-hexane, 2 : 5-, 50. 
-hydroxyethylamine, 606, 607. 
-ketone, 132. 
-morphol, бае 606. 


-A*octadi ene-8-al, 2 : 6-. See 
gerani 

oxalate, 202. 

-phenylpyrazolone. See antipy- 


rine 
-phos jhinic acid, 97. 
yn ines. Gee lulidines. 
ne, 316-318. 
eig ee o 


e hone веде 147. 
-ihiophen. See thioxen. 
кас сы , am, 557. 


B- 
Dinitriles, 198. 
Dinitro-benzene, m-, 458, 460, 511. 
o-, 460, 461. 
P», 460. 
-cellulose, 301, 302. 
eee 195, 196, 460, 


-ethane, 451, 452. 
451. 


act-, 
-a-naphthol, 558. 
рош acid, 558. 
-phenol, 2 : 6-, 460. 
-stilbene, p^ 550, 551. 
-toluene, 1:2: 4-, 518. 


0-0-, 518. 
Di- (o hitrophenyl)-disoetylens, 596. 
Dioses, 261, 381—294. 
Dioxindole, 594. 
Diozonides, 255. 
Dipentene, 530, 532. 
tetrabromide, 2. 
Dipeptides, 343, 345. 
Diphenic acid, 541, §42, 569. 
Diphenyl, 400, 422, 447, 540, 541, 
569, 570. 


-amine, 413, 416, 417, 422, 547, 
549. 


sulpha 


INDEX 


Diphenyl picrate, 413. 
Hane. Symmetrical. See di- 


benzyl. 
Unsymmetrical, 541. 
ether, 412. 
“ethylene, Symmetrical. See stil- 


-methane, 541. 

-hitrogen, 549. 

-nitrosoamine, 549. 
Diphenyleneketone, 541, 542. 
Dippel's oil, $72, 582. 
Dipropyl, 46, 47 
Direct dyes, 481. 
Disperaion, 34. 
Dissociation, 550. 

1 rie molecular. 


lar asymmetry. 
Distillation, 21-28. 
-apparatus, 21-24, 26, 27. 
-flask, 21. 
of wood, 56. 
Divi-divi, 488 
Dodeca-h dronaphthalene, 559. 
-methylenedicarboxylic acid, 199. 
ecane, 38, 42. 
Dodecyl-group, 38. 
Dorp, VAN, 268, 353, 493, 593. 
Double bonds, 152, 153, 155-158. 
Dry-cleani 590. 35 
-cleaning process, 39. 
Dulcitol, 919» 194, 277, 468. 
Dumas, 2 
Dutch liquid, 186. 
Duty on alcohol, 61. 


See molecu- 


„р peld 490. 
Dynami 
E. 
Earth-wax. See ozokerile. 


Ebonite. See vulcanite. 
Ebullioscopic methods, 14, 16-19. 
solvents, 16. 


nine, 
EpER's solution, 202. 
Edge-substitution, 251, 252. 
Egg-albumin, 333, 334, 345. 
-yolk, 197. 
Earca, 324, 478. 
Eicosane, 42. 
Elaidic acid, 174, 175. 
t ormation, 174. 
Elastin, 334, 336, 337, 342. 
Electric conductivity, Molecular, 35, 
116, 117. 
Electrolytic dissociation, 116-118. 
methods, 377—380, 422-425. 
. reduction-products, 423. 
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Elements in carbon compounds, 3. 
Elevation of the boiling-point, 14, 
16-19. 
c acid, 492. 

Emulsin, 286, 295, 349, 452. 
Enantiomorphism, 248, 249. 
Enantiotropy, 442. 
ENGLER, 40. 
Enolic form, 313-315. 
Ensi ‚ 229. 
Enzymes, 57, 192, 249, 266, 273, 282, 

286, 290, 501. 


Eosin, 202, 496. 
Epichiorokye in, 195. 
Equilibrium, 122-125. 
Ergot, 503. 
Errors in carbon-estimations, 9, 10. 
hydrogen-estimations, 9, 10. 
Erucic aci oe 174, 175, 224. 
Syno 
Erythrose, 281. 
Erythrozy 1 1. coca, 605. 
Esterification, 120-125. 
Ester-method, FiscHER's, 340, 341. 
Esters, 71-76, 92, 120—127, 210, 211. 
Estimation of carbon, 5-7, 9-11. 
halogens, 8, 9. 
hydrogens, 5-7, 9-11. 
i 8, 10, 11. 
nitrogen, 7, 
oxygen, 9-11. 
phosphorus, 8. 


sulphur, 8. 
Ethane, 37, 38, 42—45, 96, 99, 152, 
162, 185. 
-tricarboxylic acid, 207. 
Ethenylaminophenol, 477. 
Ether, 16, 28-30, 76, 77—79, 100, 151, 
182, 194, 314, 318. 
Chloro-, 194, 195. 
-synthesis, WILLIAMSON’ 8, 77. 
Ethers, 72, 77-79, 80, 81-83, 148, 412. 
ого-, 1 
Ethyl. See also diethyl. 
Ethyl acetate, 106, 120, rar, 122-125, 
127, 257, 302, 306, 469. 
acetoacetate, 306-315, 575, 576, 


-acetylene, 159. 

d-alanine, 326. 

alcohol, ió 31, 51-53, 54, 56-61, 
69, 72, 75, "77-79, '81, 92, 109, 
120-127, 137, 144, 151, 163, 
181-184, 189, 190, 195, 205, 
254, 258, 259, 270, 272, 273, 
282, 304, 306, 309, 312, 314, 
ie 350, 428, 429, 437, 438, 


527. 
Test for. See todoform-test. 
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Ethyl-amine, 9o, 101, 102, 197, 420, 
438 


-aminoacetate hydrochloride, 323. 
-benzene, 400, 402. 

benzoate, 436, 437. 

bromide, 72-74, 70, 84, 400. 
n-butylacetoacetate, 308. 
butyrate, 121. 

carbonate, 469. 

-carbylamine, 101, 102. 

chloride, 72, 182, 185. 

chloro carbonate, 219, 311, 359, 


366, i 
-formate. See ethyl chlorocar- 
к 


-oxalate 

colidinedicasboxylate, 575. 
оре еке е 316. 

cyanide, 101, 

О eos ma ate 325. 

cyanurate, 353. 

diazoacetate, 329, 330, 386, 587. 

di-iodoacetate, 330. 

ether. See efher. 

formate, 453, 548. 

fumarate, 219, 330, 589. 

glycollate 227, 330. 

ас acid, 227. 


р, 38. 
hydrogen sulphate. See elhylsul- 
ic acid 


phuric : 
malonate, 210, 211. 
iodide, 51, 67, 74, 75, 17, 83, 88, 
, 97, 106, 412. 
-B-iodopropionate, 528. 
ко 353. 
паа bromide, 100. 


ae 146. 

mesoxalate, 310. 

methanetricarboxylate, 218, 219. 

methy' -n-butylacetoacetate, 308. 

monochloroacetate, 207, 219, 309, 
330. 

nitrate, 75. 

nitrite, 92. 

-nitrolic acid, 94. 

n-octy: a -etoacetate, 308. 

orthoformate, 182. 

phenylacetate, 453. 

phosphate, Normal, 75. 

pseudophenylacetate, 386. 

-pyridine, a-, 605. 


B-, OUD. 
sodio-acetoacetate, 306-309, 310- 
313, 315. 
-cyanoacetate, 528. 
sulphate, 9 15, 76. 
gulphid 


INDEX 


Ethyl-sulphonic acid, 83. 
Su pU acid, 75, "76, 78, 151, 152, 


Ethylene, 91, 149, 150, 151, 152, 153, 
154, 185, 86, 188. 

-bromohydrin, 497. 

bromide, 151, 153, 159, 165, 168, 

186, 207, 383, 497. 

chloride, 153, 185, 186, 189, 190. 

cyanide, 207 

-diamine, 196, 252: 

oxide, 189, 190, 196, 197, 200, 579. 
Ethylidene chloride, 133, 153, 159. 
Eugenol, 500. 


180-, 

Euxanthone, 489. 

Exaltation of refraction, 164, 395, 
561, 621. 

Extraction with solvents, 28-30. 


EyYxMAN, 15, 17, 18, 34, 35, 43, 158, 
172, 388. 
F. 
Feces, 595. 


Farapay, 402. 

Fats, 2, 40, 113, 114, 115, 173, 186, 
191, 192, 331, 606. 

Fatty acids, 104-106, 107, 108-118. 
compounds. See aliphatic com- 


pounds. 

FEHLING’s solution, 240, 241, 242, 
262, 337, 434. 

Fermentation, 5 56, 57, 290-293. 
butyric aci bulyric acid, 


ormal. 
Ferric acetate, Aceto-, 112. 
Basic, 112. 
succinate, 207. 
thiocyanate, 354. 

Fibrin, 334 

Fibrinogen, 334. 

Fibroin, 337, 342, 344. 

Filtering- ‚ 30. 

Filtration, 30. 

Fire-damp, 36, 37. 

FIscHER, Emin, 230, 276, 282, 284, 
292, 293, 303, 326, 340-344, 374, 
376, 377, 491, 492, 498. 

Frrria, 228, 400; 405. 

Firria’s synthesis, 400, 405, 556, 586. 

Flash-point, 39. 

apparatus of ABEL, 39. 

Flavone, 489. 
dyes, 489. 

Flax, 300. 

Fluidity, 110. 

Fluoran, 496, 497. 

Fluorene, 541, 542. 

Fluorescein, 406, 497. 


INDEX 623 
Fluoro-benzene, 514. elie ates acid, 492. 
-nitrobenzene, o-, 514. hloride, 492. 
p-, 514 515. Gr 491. 
Force, Vital, 


ror densae 56, 91, 132, 142-144, 
207, 217, 294, 322, 333, 415, 416, 


521. 
Porta iia + 143. 
“Formalin.” See formaldehyde. 
Formamide, 1 
Formates, 108. 


Formic acid, 101, 107-109, 112, 117, 
142, 143, 146, 178, 182, 200, 202, 
203, 259, 273, 351, 357, 403, 581. 

Formonitrile, See hydrocyanic acid. 

Formose, 207. 

Formulz, Calculation of, 9-11. 

Formyl chloride, 439. 

-group, 107. 

Fortified wines, 58. 

Fractional erystallization, 30, 31. 
distillation, 22-26. 

curves, 25. 

Fractionatin -apparatus, 21. 
-columns, 23, 24, 57, 58. 

FRANCHIMONT, 363, 417. 

FRIEDEL, 191, 400, 401. 
and Craft's synthesis, 400, 401, 


441, 556. 
pene d-. See d-glucosazone. 
t-glucosazone. 
йб d-. See lavulose. 
dl-, 278. 


Fruit-essences, 121. 
-sugar. See levulose. 
* Fulminating mercury,’ 
Fulminic acid, 356, 357. 
Fumaric acid, 211—217, 219, 235, 244, 
5, 327. 


Furan, 382, $79, 580, 585. 
Furfural. See furfuraldehyde. 
. Furfuraldehyde, 270, 580, 581. 
Furfuramide, 580 


' 856. 


Furfurole. See furfuraldehyde. 
Furfuryl alcohol, 580. 

Furs, 467. 

FURTH, VON, 334. 

Fusel-oil, 58, 60, 63, 64, 152, 324. 


G. 


Galactonic acid, d-, 277, 278. 
ge d-, 193, 269, 277, 283, 292, 


5 
Gallic acid, 467, 458, 490, 492. 
Gall-nuts, 488, 492 
-stones, 341. 


Mer. Coal-, 36, 148, 159, 399, 402, 


Gas-manufacture, 399. 
Gastric juice, 339. 
GATTERMANN, 429, 499. 
Gaultheria procumbens, 486. 
Gelatin, 143, 334, 336, 337, 342. 
Gelatose ‚ 335. 
Ce 286. 
Gentiobiose, 286. 
Geranial, 178, 179. 
Geranic acid, 178. 
Geraniol, 178, 521. 
Geranium, 490 
GERHARDT, 2. 
Germanium alkides, 98. 
GERNEz, 66 
Gin, 58. 
Glacial acetic acid, 31, 110, 111. 
GLADSTONE, 151. 
Gliadin, 334. 
Gliadins, 334. 
Globuli 2 Bk as 

о ins, 334, 339. 
Globulose, 335. | 
Gluconamide, 268. 
uu acid, d-, 268, 271, 276, 282, 


Gluco-proteins, 334, 335, 338. 
Glucosamic acid, d-, ES 
Glucosamine, 303. 

hydrochloride, 303. 
Glucosazone, d-, 271, 274, 275, 277. 


i-, 271. 
Glucose, d-. See deztrose. 
i-, 270 
l-, 270, 292. 
Glucosides, 266, 281, 284-286, 349, 
486, 566, 597. 
Artificial, 284—286. 
Glucosone, d-, 275. 
1-, 278. 
Glue, 322. 
Glutamic acid. See glutamine. 
Glutamine, 328, 337, 340, 342. 
Glutaric acid, отоо, 208, 269, 385. 
anhydride, 208 : 
Glutelins, 341. 
Glyceraldehyde, 27, 276, 277. | 
Glyceric acid, 190, 3 
gir. 57, 113-115, 177, 190-193, | 
5, 202, 203, 260, 272, 408, 


5 
Glycerol dichlorohydrin, 195, 252. 
Glycerophosphoric acid, 197. 
Glycerosazone, 266 
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Glycerose, 266. 


Glyceryl monoformate. See mono- 


formin. 

oxalate, 203. 

trinitrate. See nitroglycerine. 
-stearate. See tristearin. 


Glycine, 226, 320, 321, 322, 323, 324, 


337 340, 342, 344 


ethyl ester, 329, 343. 
hydrochloride ethyl ester, 322. 

Glysocoll, See glycine. 

Glycogen, 299. 

Glycol, 167, 188, 189, 190, 468. 
-chlorohydrin, 150, 189. 
diacetate, 210. 
diethyl ether, 189. 
mono-acetate, 210. 

-ethyl ether, 189. 

Glycollaldehyde, 266, 267, 277, 340. 

ur Loy aci 226, 227-229, 234, 254, 


о 229, 234. 
Glycollose. See glycollaldehyde. 
Glycols, 187-190, 198, 209. 
Glycyl-alanine, 345. 

-glycine, 342, 343. 
Glyoxal, 235, 254, 255, 304. 
Glyoxalic acid, 304, 310, 330, 372. 
GOLDSCHMIDT, 432. 
Оомвева, 548. 
Gout, 374. 
Granulose, 296. 
Grapes, 270. 
Grape-sugar. See dextrose. 
Graphic method, EykKman’s, 15. 
Green oil. See anthracene-oil. 
Graisss, 425. 

~ GRIGNARD, 100, 104, 122, 135, 318. 

Guaiacol, 465, 466, 501. 
Guanidine, 368, 369. 

thiocyanate, 369. 
Guanine, 338, 374. 
Guanylic acid, 335. 
Gum-arabic, 268. 

-benzoin, 389, 430. 

Cherry-, 268. 
Guncotton, 193, 30r, 302, 356. 


H. 


HABER, 424, 425. 

Hæmatin, 338. 
hydrochloride, 338. 

Hæmin, 338, 584. 


INDEX 


Halogen-benzenes, 404, 405, 449. 
-benzoic acids, 449, 484. 
-carriers, 440, 449, 458. 
derivatives of methane, 181-184. 


-p p 462. 

-substituted acids, 221-225. 

-sulphonic acids, 461. 

-toluenes, 448, 449. 
HAMBLY, 362. 
HANTZSCH, 425, 428, ге 545, 575. 
Hardening of oils, 1 
Hard water, 116. 
HARRIES, 255, 539. 
HARTLEY, 470—472. 
Hata, 478. 
Heating substances, 20, 21. 
Heavy oil. See creosole oil. 
Helianthine, 476, 483. 
Heliotropin. piper 
HEMPEL, Fractionating column of, 23. 
Heneicosane, 42. 
Hentriacontane, 38, 42. 
Heptachloropropane, 183. 
Heptane, 42, 67 

сіо-, 522 


су : 
Heptonic acids, 268, 274. 
Heptoses, 261, 2 
Heptyl Seabed, N ormal, 54. 
Heptylic acid, 107, 274, ' 308. 
Heroine, 607 
Herring-brine, 90. 
eos compounds, 381, 572- 
IO. 
Hevea brasiliensis, 538. 
Hexa-bromobenzene, 404. 
-chloro-bensene, 404. 

-ethane, 183, 185, 186. 

-contane, 37, 42. 

-decane, 42. 

-diene, cyclo-, 392. 

-dione, cyclo-, 472. 

-hydric alcohols, 262, 264, 265, 275. 
-hydro-benzoic acid, 525 

-cymene. See methane. 

-phenol. See heranol, cyclo-. 
-hydrox ee Ге 385, 472, 473. 
-methylbenzene 
-methylene. See beaks eyelo-. ': 

-tetramine, 143. 
-methyltriaminotriphenylmethane. 

See crystal-vio 
реу кише 448, 549. 


Hemoglobin, 335, 338, 342, 345, 584. | Hexane, 37, 42, 46, 47, 48, 88, 314. 


Hemoglobins. See chromo-proteins. 
Halochromy, 544. 


оо 386, 388, 470, 520—522, 523, 
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Hexane, derivative, cyclo-, 386, 520- 


525. 
Hexanol, cyclo-, 392, §22, 523. 
Hexanone, cyclo-, 520, 521, 524. 
Hexene, с 392. 
bromide, cyclo-, 392. 
Hexodioses, 261. 
Hexonic acids, 262, 275, 276. 
Hexoses, 261, 203—265, 267—209, 270- 
281, 291, 295, 309, 523, 581. 
Hexotrioses, 261, 294. 
Hexy! alcohol, Normal, 54. 
-amine, cyclo-, 392. 
iodide, Normal secondary, 261. 
-methylamine, cyclo-, 387. 
Hexylene, 149, 388. 
Higher alcohols С.Н. ‚ОН, 69. 
Hippuric acid, 322, 436 
Histidine, 341, 342. 
Histones, 334. 
Horr, vAN "r, 16, 66, 68, 524. 
HOFFMANN, 86, 
Homologous series, 41. 
Нопеу, 273. 
Artificial, 851. 
-stone, 499. 
HooaEwkERFr, 208, 353, 493, 593. 
Hops, 58. 
Hordenine, 503, 602. 
Hormathie compounds. See aliphatic 
compounds. 
Ножлнр, 356. 
Humic substances, 277. 
Hydrazines, 433, 434. 
Hydrazinoacetic acid, 330. 
мүчү ене 420—422, 424, 425, 


benzoic acid, m-, 541. 
Hydrazones, 136, 137, 262, 263. 
Hydro-aromatic compounds, 385, 
398, 520-539. 
-benzamide, 439, 440, 556, 589. 
-benzoin, 551. 
-carbons, С.Н», 79, 148-150, 165, 
383-388, 520-525. 
C,H 2n-+2) 36-50, 149, 387. 
CnHon - mi 159—164, 166. 
-cinnamide, 456. 
уш acid, 226, 230, 231, 263, 
1, 291, 303, 324, 339, 348, 349, 
350, 351, 355, 439, 499. 
-cyclic compounds. See hydro- 
aromatic com pou 
-ferrocyanic acid, : 318. 
чүн 218 of acid, 553. 
-phthalic acids, 525. 
uinone. See quinol. 
Hydrolysis, 103. 
Hydrolytic dissociation, 115. 


Hydroxamic acidg, 94, 95. 
HyUrot ecce id. See glycollic 


acid. 
-acids, Dibasic, 234-252. 
Monabasic, 226—234, 305. 

-aldehydes, 499-501. 

-anthraquinones, 565-569. 
Hydroxy-azo-benzene, 0-, 421. 

p-, 420, 433, 481. 
-dyes, 481 1, 482. 

-benzaldehyde, p-, 500. 

-benzoic acid, m-, 487. 

o-. See salicylic acid. 
p-, 487, 490, 491, 509. 

didepside, p-, 491. 

-butyric acid, a-, 139. 

B-, 170, 228. 
=, 

-cinnamic acid, 0-, 501. 

-cymene, p-. See thymol. 

-ethylamine, 497. 

-isobutyric acid, a-, 227. 

-methylfurf uraldehyde, are 

-3-methoxyphenanthrene, 4-. See 

methylmorphol. 

-phenyl-arsinic acid, p-, 478. 

-ethylamine, p-, 503. 
-propionic acid, p-, 501. 
-proline, 341. 
propionic acid, a-. Bee lactic acid. 
B-, 227, 229. 

-propylene, B-, 167. 

-quinoline, 2-. See carbostyril. 

-quinolines, 592, 593. 

-stearic acid, 175. 

-succinic acid. See malic acid. 

-tetrahydropyrrolecarboxylic acid. 

See hydroxyproline. 

-toluenes. See cresols. 
Hyoscyamine, dl. See atropine. 
“‘Hypnone,”’ 441. 

Hypoxanthine, 338, 374. 


I. 


Iminazole, 602. 
Imino-chlorides, 128. 
-ethers, 128, 129. 
Immiscible liquids, Separation of, 
28-30. 
Increment of the double bond, 158. 
Indanthren-blue, 569. 


dyes, 569. 
“Indian yellow.” See euxanthone. 
India-rubber. See caoutchouc. 
Indican, 597. 


Indigo, 415, 441, 463, 493, 494, 593, 
5 99. 
-brown, 597. 
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Indigo-sulphonic acids, 440, 441, 597. 
a uy 598, 599. 
-white, 5 

I ee e 590. 
sumatrana, 596. . 

ыеп, ow 

Indigoids, 

Indigotin, 897. 

Indirubin, 597. 

Indole, роз 595, 010. 610. 
-ala ryptop 


nine han. 
-aldehyde, 3-, 595. 
icrate, 595. 


In olylbenzoylaminoaerylic acid, 595. 


Indophenin-reaction, 

Indoxyl, 597, 598. 

Industrial spirit, 61. 

Infusorial earth. See kieselguhr. 

Ink, 488. 

Inoculation, 247. 

Inositol, 523, 524. 
hexa-acetate, 524. 

Introduction, 1-35. 

Inulin, 273. 

Inversion, 270, 284, 289, 300. 

Invertase, 291 


шлш; 229, 270, 273, 284, 289, 


Iodol, 183. 
Iodo-acetic acid, 222. 
-aniline, p-, 471. 
-benzene, 404, 405, 540. 
dichloride, 405. 
-butane, a-, 186. 
-phenol, 462. 
ropionic acid, д 171, 321. 
Iodoform, 60, 61, 183, 184, 535 
-test, 60 184. 
йыр. 405. 
Iodoxybenzene, 405. 
Ionization-constant, 117. 
Ionone, 179, 180. 
Iron, Catalytic action of, 185, 404, 
458. 


Irone, 180. 
Isatin, 594, 590. 

chloride, 596. 

Jso-amyl acetate, 121. 
tsovalerate, 121. 

-butyl alcohol, 53, 54, 63. 
bromopropionate, 231. 
-carbinol, 53, 64, 324. 
iodide, 154. 

-butylene, 150, 154, 155. 

-butyric acid, 112, 113, 227, 536. 

-camphoric acids, 530. 

-cinnamic acids, 457. 

-crotonic acid, 172, 173. 

-cyanic acid, 353, 362, 363. 


INDEX 


Tso-cyanic esters, 353, 361, 363, 367. 
-cyanuric acid, 358. 
esters, 353, 357, 358. 
-dibromosuceinie wed, 214, 215, 
-eugenol, 500. 
-leucine, 324. 
-maltose, 296. 
-nicotinic acid, 577, 578. 
-nitriles, 101-103, 182, 183. 
-nitroso-camphor, 
-ketones, 256. 
-phenylacetic acid, ren 
-phthalic acid, 498, 509 
-propyl alcohol, 53, 61-63, 125, 146, 
, 191. 
-amine, 86, 87. 
-benzene. See cumene. 
-carbinol. See isobulyl alcohol. 
iodide, 46, 112, 154. 
-purone, 378. 
-quinoline, 593, 600, 607. 
sulphate, 593. 
-saccharic acid, 303. 
oe esters, 355, 361. 


dde а анды. 324. 
-valeric acid, 
Isomeric compounds, Physical prop- 
erties of, 49, 50. 
Isomerides, 43. 
Number of poss) 48, 49. 
Isomerism, 3, 4 
of the alcoho С.Н +. * OH, 53, 


ue 86. 
paraffins, 43-49. 
Optical, spacial, or stereochemical. 
See slereoisomerism. 
Isoprene, 163, 532, 539. 


J. 
Japan camphor. See camphor. 
JORISSEN, 55. 
JULIN, 459. 

K. 


KEKULE, 389, 392, 394, 395. 
Keratin, 334, 336, 342. 
etens, 206 


Keto-alcohols. See sugars. 


-aldehydes, 256. 

-hexamethylene. See heranone, 
cyclo-. 

-hexoses, 251, 581. 

-pentamethylene, See pentanone, 


сусіо- 
-stearic acid, 175. 
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Ketone decomposition, 306, 307, 309. | Lead — 12,[288. 


Ketones, 62, 130-137, 145, 146, 156, 
160, 161, 185, 188, 193, 194, 
226, Р 441, 442, 443. 
56. 


Mixed, 133 
Ketones, Unsaturated, 179, 180. 
Ketonic acids, 305-3 10. 
form, 313-315. 
Ketoses, 261, 262. 
Ketoximes, 135. · 
“ Kieselguhr,” 193. 
KJELDAHL, 8 


KNORR, 313, 589. 

KOLBE, 2, 54, 486. 

KOMPPA, 537. 

KóNias, 590, 609. 

Кӧвмев'в principle, 504, 505, 509. 
KOSsELL, 334, 342. 

KOSTANECKI, VON, 489. 

KRAFFT, 173. 

KREUSSLER, 7. 

KÜSTER, 241. 


L. 


Laboratory-methods, 19-35. 
Lachrymatory shells, 450. 
Lact-albumin, 334. 

Lactams, 321. 

Lactic зас. 226-228, 229, 230, 231, 


d-, 230, 248. 
l-, 230, 248, 294. 
Racemic, 230, 248. 
fermentation, 229, 291. 
Lactide, 227, 228. 
Lactobionic acid, 283. 


Lactones, 223, 28 23-234 268, 269, 


275, 285, 2 
Lactonitrile, 230, 320. 
Lactose, 229, 283. 
LADENBURG, 507, 576, 577. 
ое 538, 539. 


peroxide, 538. 
Шу: acid. 179, 277, 309, 310, 581. 


Leevulose, 193, 270, 271, 273-275, 278, 
284, 285, 292, 295, 308. 
Lakes, 568. 
LASSAIGNE’S test, 4. 
Latex, 538. 
LAURENT, 2. 
Polarimeter of, 33, 34. 
LAUWERENBURGH, 186. 
te" of BEER, 550 
BERTHELOT, 28 
dilution, 117. 
the even number of atoms, 47, 48. 


ic, 112. 
mercaptides, 82. 
oleate, 173. is: 
palmitate, 

Lead stearate, 173. 

Lecithin, 197. 

Lecithins, 197. 

Lecitho-proteins. 

proteins. 

Lemonade, > Oil f, 178. 
mon-grass, о 

Lepidine, 609. 

Leucine, 324, 337, 339, 340, 342, 

344. 


See conjugated 


iso-, 324. 
LEUCKART, 430. 
Leuco-bases, 545. 
-malachite-green, 543. 
Leuconic acid, 385, 386 


LikBIG 2, 5, `8, 20, 290, 351, 365. 

Сопдепвег of, 20, 21. 
LIEBERMANN’S reaction, 417. 
LieBREIcH, 260. 
Light oil, 400, 572. 

petroleum. See pelrolem-ether. 
Lignin, У 290, 301. 

in 


Ligro 
Lime-nitrgoen, 356. 
-water-test, 4. 
Limonene nitrosochloride, 532. 
Limonenes, 530-532. 
Linen, 299, 300. 
LINNEMAN, Fractionating-column of, 


Liqueurs, 272. 
mbar orientalis, 455. 
Lid. er isl 421. 
E d paration of solids and, 30. 
LisTER, 411. 
Lithium ate 374. 
LORENTZ, 34, 35. 


ee 477. 


Lyddite, 464. 
Lysine, 325, 340. 
Lyxonic acid, 278. 


Lyxose, 278. 

ом. 
Madder-root, 506. 
Madeira, 58. 
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MR, E 142, 
Magnesi des iy, 100, 104, 
122, 135, 318. 


Male aa an 542, 543, 546. 
мы асї D 211-217, 235, 244, 245, 


anhydride, 211, 213, 214, 217. 
T ad 211, 234, 235, 325, 602. 


L, 326 


Malonic acid, 199, 203-206, 208, 219, 
73, 456. 


1 
anhydride, 206, 208. 

-ester synthesis, 205, 206. 
Moe ee See barbituric acid. 
Malt, 57, 58. 

Maltase, 280, agr, 349. 

Maltobionic acid, 282. 

Maltosazone, 282. 

s 57, " 282, 283, 285, 291, 296, 


йш. acid, 452, 453. e 


L-, 248, 452. 


r-, 248, 204, 452, 453. 
Mandilonitrile, 452. 
Manneotetrose, 295. 
МАШ» 193, 194, 266, 275, 276, 


Manno-heptonic acid, 293. 
-попове, 
-aaccharic acid d-, 276, 280 
Mannonic acid, d-, 276, 278. 
i-, 270, 278. 
Mannosasone, d-. Вее d-glucosazone. 
i-. See i-glucosazone 
Mannose, d. 193, ro 275, 276, 278, 


i-, 276, 278. -` 
hydrasone, d-, 277. 
MARCEWALD, 248. 
Marar Aa acid, 107. 
Margane] 3. 
Margpryiiethylketone, 1 173. 


Martius 8 ina yellow, 558. 
McKENzIE, 294. 
Meconin, 607, 608. 
Meconinic acid, 606, 607. 
Melanins, 501. 
Мае, imitate, 122. 
palmitate, 
Mellitic acid, 499. 
MENDELÉEFF, 32, 59, 98. 
MENDIUS's reaction, 103. 
MENSCHUTKIN, 88, 414. 
Menthane, 525, 528, 533. 
Menthanol, 3-. See 


INDEX 


Menthenes, 529. 

Menthol, 248, 294, $26, 530. 
Menthone, 5 : 
мекери» 80-82, 83, 120, 355, 
Mercaptides, 81, 82. 

Mercurialis perennis, 90. 

Mercuric cyanide, 258, 347, 350. 


formate, 108. 
мине fulminate, 301, 356, 360, 


oo ed ae 
ercury acetate 
alkides, 100. 
mercaptides, 81. 
phenide, 446, 447. 
thioc anate, 354. 
Mesitylene, 398 402, 507, 508. 
Mesitylenic aci 
Mesoxalic acid, 310, 372. 
Mesoxalylurea. See 
Metacetaldehyde, 144, 145. 
M eta-compounds, 396. 
Metallic acetylenes, 40, 160. 
alkides, 99, 100. 
Meta-protelns, 332, 335, 338. 
-styre 55. 
Methaerylic acid, 173. 
Methane, 35, 36-38, 41, 42, 43, 44, 
Nm 112, 133, 142, 162, 181, '389, 


Homologue. Halogen derivatives 
of, 184-187. 
-tricarboxylic acid, 219. 
Methoxy-lutidine, 317. 
uinoline, p-, 609. 
Methyl acetate, 126. 
-acetic acid. ic acid. 
-acetoanilide, 417. 
alcohol, 54, 56, 70, 81, 88, 91, 108, 
42, 143, 202, 299, 314, 364, 
385, 418. 
-alloxan, 375. 
-àmine, 87, 90, 143, 310, 349, 355. 
3 , 602. 


-aniline, 17, 434, 584. 
hydroc oride, 576. 
ant ilate, 404. 
-arsinic acid, 97. 
-benzene. See toluene. 
bromide, 74. 
-n-butylacetic acid, 308. 
-carbylamine, 102. 
chloride, 37, 74, 151, 400, 418. 
chlorocarbonate, 491. 
cyanide, 102. 
-cyclo-butane, 384. 
-hexylidene-4-acetic acid, 1-, 5 : 
pentane, 522 
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Methyl-ethyl-acetic acid. Seevaleric | Methyl-ureas, 364, 375. 
сі 


acid -violet, 
-acetylene, 101, 162. Methylated ether, 78. 
-amine, 86, 90 spirit, 60, 61, 78. 
-carbinol. See butyl alcohol, See- Methylene, 150, 151. 
ondary -aminoacetonitrile, 322. 
ether, ТЇ. ee 1283, 541. 
-ketone, 133, 134, 146, 256. "aan P dur Wa 415. 
-malonic acid, 205, 1. iodide, 
Methyl-glucoside, 284-2806. MEYER, 'K. E 5313. 
a-, 286. Vicror, 12, 185, 517, 585, 587. 
B-, 286. MICHAEL, 125. 
-glycine, 370. MICHLER’s ketone, 419. 
-glyoxal, 272, 273. Microplankton. 
osazone, 272. Middle oil. See carbolic oil. 
up, 38. Milk, 283, 334, 492. 
heptane: 2-, 50. sugar. See lactose. 
3-, 50. MiILLON'8 reagent, 333. 
4-, 50. Mineral acids, Catalytic action of, 
-he tenone, 179. 125, 138, 144, 145. 
-indole, 3-. See scatole. Mixed crystals, 249, 587. 


iodide, 44, 45, 74, 205, 316, 384, ketones 1 
417, 434, 464, 466, 512, 573, 574, | Mobile е adlibrium, Principle of, 113, 
601, 


I25. 
-isopropyl-benzene, p-. See cy- | Morssan, 108. 

mene. | Molasses, 323. 

-carbinol, 53, 163. Molecular association, 42, 55, 402, 
о пе, 164. д 403. -—' 
-ketones, 134, 397. asymmetry, 67, 5 
magnesium iodide, 528. depression of the 'freesing-point, 
-malonic a 205. 14, 15, з= 
mercaptan, 8 dispersion, 
si imethine, a-, 606, 607. electric у, 35, 116, 117. 
шоо elevation of the boiling-point, 14, 
yr thane, a-, 556 16. 

refraction. See refraction, Molecu- 
nitrite о. lar. 
-nonylketone, 145, 146, 308. r volume, 2, 388. 
шш 571. weight of carbon, 19. 
-orange Mono-alkyl-phosphines, 96. 
ОЕ аав 215, 211, 434 -phosphinic acids. 97. 
589. -basic yay eae 226-234. 

hydrazones, 277. -bromo-. See bromo- 

-propiolate, 489. -carbonyl-bond, 283. 

-pyrazolone, 589. -chloro-. See chloro-. 

-phosphine, 97. -ethyl. See ethyl. 

рор acid, 97. -formin, 203. 

picrate -halogen compounds, 404, 405. 
оа А, 604. -hydroxy-acids, 486, 487. 
-propyl-carbinol, 53. -iodo-. See todo-. 

-ketone, 132. -methyl. See methyl. 
-pyridines. See picolines. -nitro-. See niüro-. 

-pyrrole, 1- (or N-), 583, 584. -sulphonic acids, 408, 409. 

2- (or a-), 583, 584. Monoses, 261-281, 282, "283, 286, 291, 
quinoline, p-. See lepidine. , 340. 
succinic acid, 210. Monotropy, 442. 

-succinimide, 605. Mordants, 112, 481, 568, 599. 


sulphate. See dimethyl sulphate. Morin, 490. 
-thiophen. See thiotolen. Morphine, 571, 602, 606, 607. 
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Morus tinctoria, 490. 
Motor-spirit, 39. 
Mucic acid, 277, 581. 
Mucins, 335, 338. 
Mulberry. See Morus tinctoria. 
Murex brandaris, 599. 
Murexide, 372. 

-test, 372. 
Muscarine, 303, 600, 602. 
Musk, Artific ial, 451, 535. 


atural, 535. 
Mustard-cils, 355, 307. 
-geeds, 355. 
Mutatotation, 271, 408, 460, 


Myomn , 334. 

luble, 334. 

M yosinnogen, 334. 
Myricyl alco cohol, 69. 


N. 
Naphtha, 39, 61. 
Naphthalene, 16, 381, 399, 494, 506, 
507, 552-562, 563, 564. 

Constitution of, 553, 5 
-dicarbaxylic acid, Peri-, 555. 
dihydride, 554, 559. 
-stearosylphonic acid, 114. 
-sulphonic acid, a-, 


@-, 
Naphthaquinone, a-, 558, 559. 
B-, 558, 559. 
amphi- (or 2:6), 558, 359. 
-oxime, a-, 
Naphthenes, 590. 


Naphthionic acid, 558. 
Naphthoic acid, a, 556. 


харао а о-, 553, 556, 557. 
В-, 55 
- -disulphonic acid, a-, 558. 
-monosulphonic acid, a-, 558. 
-trisulphonic acid, a-, 
-yellow, 558. 
N aphthylamine, a-, 557, 558, 561. 
85, 5 
un oni acid, 1:4. See naph- 
thionic 
tetrahydride, . a-, 561. 
B-, 560, 561. 
Narcotine, 602, 607, 608 
Ner, 102, 167, 357. 
NERNST, 380. 
Neurine, 168. 
Nicotiano tabacum, 602. 
Nicotine, 578 582, 600, 602-604. 
Nicotinic acid, 577, 578, 603. 
180-, 
Nitriles, ee 127-129, 136, 156. 
180-, 101-103, 182, 183. 


Nitro-amine, 367 


-amines, 363, S64, Alt, ae 
-aniline, m-, 475, 476, 511. 
o-, 461, 475, 476. 


Р”, 475, 476, 480. 
-anilines, 475, 476. 


-anisole, p-, 471, 472. 
Tode ns 499. 
0-, 499, 

-benzene, 16, 5р 397, 406, 407, 411, 
4 5, , 421, , , , 
446, 459, 460, 463, 477, 480, 
522, 546, 550, 587,590. 

-diazonium chloride, p-, 429. 
-sulphonic acid, m-, 461. 
р. 46 


Daue e т-, 484, 485, 515. 
»: А угу, 485, up 
Бая chloride, o-, 594. 
cyanide, o-, 
formic acid, 594. 
-benzyl chloride, p-, 550. 
-butane, Tertiary, 93. 
-cellulose, 301, 302. 
-celluloses, 301, 302. 
-cinnamaldehyde, o-, 591. 
-compounds, 92-95, 406—408. 


Primary 

Secondary, 94. 

Tertiary, 04. 

-dimethylaniline, p-, 419. 

-ethane, 92-94. 

-glycerine, 192, 193. 

-gaunidine, 369. 
Se acid, 3-, 


-mannitol, 301. 
-mesidine, 508. 
-mesitylene, ere 
-methane, 93, 4 
-naphthalene, a-, 5 06, $56, 557. 
B-, 557. 
a-naphthylamine, 2-, 557. 
-paraffins, 92-95, 451 
-phenol, m-, 463, re 
o~, 461, 463 
463, 471, 575 480, 51). 
-p enols, 411, 451 462-464, 544 
-phenyl-acetie acid, o- , 904. 
-nitrometbane, m-, . 451 
-phthalic acid, 506. 
-propane, Secondary, 93. 
-prusside-test, 5. 
-pyridine, В-, 574. 
-salicylonitrile, o-, 518. 
-stryrene, 455. 
-thiophen, 587. 
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Nitro-toluene, m-, 407, 512, 513. 
0-, 1 408, 416, 484, 494, 499, 
5 


13. 
p-, 407, 408, 416, 512, 513. 
-urethane, 36 
-vanillin, o-, 571. 
Nitrogen, Quinquivalency of, 250, 


251. 
Nitroso-amines, 89, 91, 417. 
-benzene, 423, 
-benzoic acid, o-, 499. 
-camphor, iso-, 536. 
-dimethylaniline, 418, 419, 425, 465. 
hydrochloride, 418. 
-ketones, tso-, 256 


-phenol, р-. See benzoquinone 
mono-oxime 


-piperidine, 574. 
Nitrous-acid test for amines, 89. 
nitro-compounds, 
NorriNug, 509, 512. 
Nomenclature of the alcohols, 
CaHs 4: OH, 53, 54. 
Nonane, 
-dicarboxylic acid, 199. 
Nonoses, 2 1. 
Nonyl сор, Normal, 54. 
Nonylic acid, 107. 
Normal chains, 47. 
Nornarcotine, 607. 
Notation, 47. 
of Chemical Society of London, 


the monoses, 271. 
Nucleic acids, 338. 
Nucleo-proteins, 335, 338. 
Nucleus, Benzene-, 396. 
Number ш carbon compounds, 2, 47, 


possible isomerides, 48, 49. 


О. 


Oak-tannin, 491. 
Octa-decapeptides, 344. 
-peptides, 345. 
-tetraene, cyclo, 394, 395. 
Octane, E mt 42, 50. 


Octoses, 2 
Octyl alcohol, Normal, 54. 
bromide, 88 Normal, 90, 103. 


Oil, Fusel-, $8, 60, 63, 64, 152, 324. 
Lubricating, 39. 
of bitter almonds, 389, 439. 
caraway, 389, 403, 532. 


Oil of castor-seed, 114. 
cinnamon, 456. 
citron, 178. 
cloves, 500. 
шш 389. m" 
eucalyptus, 403, ; 
garlic, 169. 
pense 595. 
emon-grass, 178. 
orange-rind, 178. 
pe реп, 526. 

polei, 530 
rue, 308. 


pie , 500. 

the Dutch chemists, 186. 
thyme, 503. 

turpentine, 33, 498, 526, 527, 


Train-, 40. 
Oils, 115, 173, 186, 192. 
Hardenin of, 174. 
Olefines, 148-188, 188, 387. 
Oelic acid, 114, 170, 173-175, 176, 


192, 
series of acids, 170-175. 
Oleum cine, 529. 
Olive oil, 32. 
Opium, 
Optical inactivity, 33, 34, 65, 250- 
252, 524. 
isomerism. See afereoisomerism. 
Organic analysis, 5-11. 
chemistry, Definition of, 1. 
compounds, Classification of, 35. 
Orientation, 396, 504-519, 555, 556, 
563, 574, 575, 591, 502 
Ornithine, 325, 340, 369, 498. 
Ortho-acetic acid, 110. 
-carbonic esters, 308. 
-compounds, 3 
-esters, 105 183, 187, 194, 368. 
-formic acid, 1 
Osazones, 262, 263. 
Osmotic pressure, 12, 14, 15, 345. 
Osones, 275 
ES VON, 247. 
Osr's solution, 2423, 262. 
OsTwALD, 117. 
Over-proof spirit, 60. 
Oxalacetic acid, 272. 
Oxalic acid, 172, 199-203, 208, 252, 
254, 287, '304, 317, 347. 
Ozalis, 200. 
Oxaluric acid, 371. 
Oxalyl chloride, 202. 
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Oxalyl-urea. See parabanic acid. 
Oxamic acid, 202. 

Oxamide, 202, 203. 

Oxanthrone, 565, 566. 

Өш 135, 136, 315, 316, 443-445, 


Tautomerism of, 315, 316. 
Oxindole, 594. 
Oxonium salts, 317-319, 490. 
Oxy-cellulose, 301. 
-2:6-dichloropurine, 8-, 376. 
аси 338. 
-methylenes x 
Oxygen-carriers, 8 
tection of, 5. 
Estimation of, 9. 
Osokerite, 40. 
Ozonides, 255, 538. 


P. 
Pate acid, 107, 113, 114, 173, 174, 
197. 


Pancreas, 192. 
Pancreatic juice, 344. 
Papaver somniferum, 606. 
Paper, 299, 300, 301. 
Parabanic acid 371, 372. 
Paracetaldehyde, 138, 139, 144, 145. 
Para-compoun , 396. 
-cyanogen, 347. 
-formaldehyde, 142. 
-leucaniline, 546. 
-mandelic acid, 453. 
-myosinogen, 
-rosaniline, À 
Paraffin, Liquid, 32, 40. 
-oil. See nap. htha. 
-wax, 39, 40, 106, 114. 
Paraffins, 38, „29 159, 402. 
also saturated hydrocarbons. 
Isomerism of the, 43-50. 
Structure of the, 43-49. 
Parchment-paper, 301. 
Parsley, 281. 
Partia valencies, 394. 
Pasteur, 66, 67, 243, 247, 248, 250, 


290. 
Peat, Combustion of, 142. 
Pelargonic acid, 146, 174, 176. 
Penicillium glaucum, 248, 452. 
Рато a 185. 
oylglucose 
-hydric alcohols, 262. 
-methyl-aminobenzene, 418. 
-benzonitrile, 518. 
-pararosaniline. See methyl 
violet. 


See 


t 
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Penta-methylene. See сое clo-. 
-diamine, 196, 255 E 
hydrochloride, 196." 

dibromide, 573. 
-phenylethane, ee 
-triacontane, 37, 4 

Pentane, 37, 42, в“ 66, 73, 152, 158, 

184, 572. 


clo-, 158, 384, 385, 522. 
P шаш t 84, 385, 520 
en one, 3 3 9 3 3, *. 
Pentonic acids, 262, 268. 
Pen ‚ 268. 
cue 26, , 268-270, 281, 282, 295, 


? 


Pentosuria, 269. 
Pentyl iodide, 154. 
Pepper, 577 
Pn 235, а 3991г. е 
егсеп mposition, 
Perchloroethane. See 
ethane. 
Percolation, 601. 
Percussion-caps, 356. 
Perfumes, Artificial, 180. 
Pert-compounds, 555. 
PERKIN, W. H., Jun., 528, 537, 610. 
Sir WILLIAM, 456, 502, 570. 
Petrol, 39. 
Petroleum, 39, 40. 
American, 39, 40. 
Caucasian, 385, 520. 
-ether, 28, 39, 100, 463. 
-fires, 39. 
Formation of, 40, 41. 
. Java, 40. 
-jelly. See vaseline. 
Pharaoh’s serpents, 354. 
Phenacetin, 477. 
Phenanthraquinone, 569, 570. 
Phenanthrene, 552, 562, 569-571, 606. 
-carboxylic acid, 8-, 571 
Phenetole, 412, 428, 431, 477. 
Phenol, 14-16, 399, 400, 400-412, 
28, 430, 433, 462-465, 481, 487, 
aaa 500, 522, 524, 535, 557, 584, 


-phthalein, 496, 544. 
-sulphonic acid, m-, 464. 


Phenolates. es phenozides. 

Phenols, 409-412, 1413, 433, 440, 481, 
499, 500, 552. 

Phenoxides, 410, 412, 490. 

Phenylacetic a acid, 482, 570. 


peeudo-, 386. 
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Phenyl-acetylene, 455. 
-alanine, 340. 
amine. See aniline. 
-aminopropionaldehyde, 8-, 590. 
-anisyl-ketone, 443. 
-ketoxime, 445. 
-arsine oxide, 446. 
-arsinic acid, 446. 
-chloro&mine, 416. 
ether. See diphenyl ether. 
-ethylene. See styrene. 
glucosazone. See glucosazone, d-. 
-glycine, 598. 
-o-carboxylic acid, 598. 
-hydrazine, 136, 137, 262, 263, 277, 
с 298, 433, 434, 440, 579, 


hydrochloride, 43 433. 

-hydrazones. See hydrazones. 
-hydroxylamine, 423, 424, 425. 
-B-hydroxypropionie acid, a-. See 

tropic 
-jodide chloride. See todobenzene 
dichloride. 
isocyanate, 450. 
magnesium bromide, 405. 
mercury acetate, 447. 
hydroxide, 447. 
-nitromethane, 450, 454. 
-o-aminocinnamic acid, o-, 571. 
-diazocinnamic acid, a-, 571. 
-nitrocinnamic acid, a-,570. 
-phosphine, 445, 446 
-phosphinic acid, 445. 
-phosphinyl chloride, 445. 
-propiolic acid, 455, 457. 
salicylate, 487. 
-salicylic acid, 489. 
-eodionitromethane, 550. 
-tolylketone, 443. 
-vinylacetic acid, 553, 550. 
xanthate, 430. 

Phenylene-diacetic acid, o-, 500. 

-diamine, m-, 458, 400, 478, 479, 
E 483, 509, B11. 


y 479, 509. 
onic acid, m-, 466. 
im ucinol, 301, 469-472. 
triacetate, 470. 
Phosgene. See carbonyl chloride. 
Phospheny] chloride, 445, 446. 
Phosphenylous acid, 446. 
Phosphines, 96, 97. 
Phosphinobenzene, 445, 440. 
Phospho-benzene, 446. 
-proteins, 331, 334, 336. 
Phosphonium bases, Quaternary, 96. 
Photo-chemical reactions, 562. 


Phthalons 400. 048 film, 302. 


Phthaleins, 

P nee aci 1 4 496,508 507, 555, 
{во-, ADB 508 = 
Tere-, 389, 498. 


acids, 452, 494-498, 504 
anhydride, 494, 495, 496, 497, 564, 


Phthalimide, 493, 494, 497. 

Phthalyl chloride 495. 
iso-chloride, 495. 

Physical properties of isomeric com- 
pounds, 49, 


Phytol, 584. 
Picoline, a-, $75, 576 
B-, 575, , 610 
y-, 575. 
Picolines, 575. 


Picolinic ‘acid, 577, 578. 
Picramide, 460, 464, 476. 
Picric acid, 333, 413, 460, 463, 464, 
510-512, 541, "562. 
Рісгуі chloride, 459, 464. 
PicTET, 
Pimelic acid, 199, 524. 
Pincaolin, 1 Ibo, 551. 
Pinacone, 189, 551. 
Pinacones, 188 
Pinane, 533. 
»inene, 534, 535. 
Pinic acid, 535. 
“Pink salt,” 481. 
Pinonic acid, 535. 
Piperic acid, МТ 503, 577. 
Piperidine, 74, 196, 573, 577, 609. 
Piperine, 502, 877, '602. 
Piperonal, 501, 502. 
Piperonylacraldehyde, 502. 
Pitch, 400. 
lake, 40. 
Plankton, 40. 
Platinotypes, 202. 
Polarimeter, LAURENT'8, 33, 34. 
Polarimetry, 33, 34, 288, 289. 
д -amino-compounds, 478-484. 
ic acids, 198-220, 494—499. 
hydroxy-acids, 252, 253. 
"halogen derivatives, 181-187, 458, 


459. 
-hydric alcohols, 187-194. 
phenols, 3. 
zineth viste compounds. See ali- 
cyclic compou 
-nitro-derivatives, 460, 461. 
-oxymethylene, a-, 142. 
B-, 142. 
y-, 142. 
o-, 142. 
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кури 291, 343-345. 
-sulphonic acids, 462. 
-terpenes, 538, 539. 
Polymerization, 138 1139, 142-145. 
of aldeh¢des, 138 
Polyoses, 261, 266, 28, “270, 294—302, 
340. 


Port, 58. 
Potash-bulbs, 6, 7. 
Potassiopyrrole, 582, 584. 
Potassium acetate, 271, 311, 453. 
anilide, 416. 
antimony] d-tartrate, 240. 
bensenesulphonate, 409, 435. 
benzoate, 440, 441. 
carbazole, 562. 
carbonyl, 472, 473. 
copper-propiolate, 218. 
cuprous cyanide, 429. 
cyanate, 347, 353, 362, 365, 374. 
cyanide, 101, 103, 134, 170, 172, 
182, 196, 203, 207, 219, 252, 322, 
347, 350, 351, 435, 452, 551, 580, 
5 


онсе у ешеш олун, 218. 
ethoxide, 70, 361 
ethysulphate, 76, 81, 82, 101. 
ferric oxalate, 
ferricyanide, 2 18. 
ferrocyanide, 101, 103, 348, 351. 
ferrous oxalate, 201. 

E d 351. 
po cone 
У овна рсе охув, 


сЕ 244. 
saccharate, 271. 
o-sulphobenzoate, 485. 
d-tartrate, 240. 
monochloroacetate, 203. 
nitrophenoxides, 476. 


oxalate, 200. 
phthalaminate, 493, 494. 
phthalimide, 497. 
propiolate, 218. 
d-tartrate, 240. 
tetra-acetylenedicarboxylate, 218. 
thiocyanate, 354. 
trithiocarbonate, 361. 
xanthate, 361, 430. 
Potato-starch, 296, 298, 299. 
PoroNi£, 40 
Primary slochols, $4, 62, 64, 105, 125, 
130, 133, 141, 147. 
amines, 86, 87, 80, go, 92, 103, 136, 
183, 363, 4I 2-416. 
arsines, 97. 
carbon atoms, 47. 
compounds, 54. 


INDEX 


Primary nitro-compounds 94. 
phosphines, 97. 
reduction-products, 423. 

Principle of mobile equilibrium, 113, 


125. 
the counter-current, 287. 
RING, 37. 


| Producer-gas, 56. 


Proline, 341, 342. 
Proof-spirit, 59, 60, 61. 
Propanal, cyclo-, 384. 
Ргорапе, d 38, 42, 43, 45, 40, 185. 
cyclo-, 3 87. 
ica box унс acid, afa’-. See tri- 
carballylic acid. 
Propargyl alcohol, 167, 169. 
compounds, 167. 
Propenylpyridine, a- 
Properties of ео CHa: -OH, 


54-56. 
Propiolaldehyde, 178. 
-acetal, 178, 588. 
Propiolic acid, 169. 
series of acids, 175, 176. 
Propionaldehyde, 61, 62, 132, 134, 


54, 166. 

Propionic acid, 61, 62, 101, 102, 107, 
112, 117, 132, 146, 161, 171, 222, 
227, 231, 305. 

Propionitrile, 102. 

Propionyl-group, 107. 

Propyl-acet ylene, 161. 

Propyl alcohol, 2so-, 53, 61-63, 125, 

46, 188, 191. 
Normal, 53, 54, 61-63, 77, 125, 
166, 169. 
-amine, 180-, 86, 87. 
Normal, 86, 87, go. 

-benzene, is0-. See ситепе. 

bromide, Normal, 74, 88. 

-carbinol, tso-. See isobutyl alco- 


Normal. See butyl alcohol, Nor- 
mat. 
-carboxylic acid, cyclo-, 172, 173, 


353. 
chloride, Normal, 74. 
cyanide, 172. 
derivatives, cyclo, 383. 
-dicarboxylic acid, cyclo-, 383. 


-group, 38. 
iodide, tso-, 46, 112, 154. 
Normal, 46, 74, 112, 154. 
-Piperidine, a-, 576, 578. 
5 


y-, 571. 
-pseudonitrole, 94. 
Propylene, 149, 153, 154, 186, 191%, 
383 532. 
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Propylene chloride, 154, 166, 191. n Pyrrolidin.” See tetrahydropyrrole. 
-glycol, і “Pyrrolin.” See dihydropyrrole. 

Propylidene chloride, 154, 165. Pyruvic acid. See pyroracemic acid. 
Prosthetic group, 334, 335 
Protamines, 
рше со 335. Q. 
ишн erivatives, 885, 336, 338, Quadrivalent oxygen, 317. 
Proteins, 2 roxalates, 201. 


57, 58, 143, 287, 288, 291- 
203, 320, 322-324, 331-346, 300, 
412, 492, 493, 501, 575, 582, 595, 


Proteoses, 335 339. 
Protocatechualdehyde, 500, 502. 
Protocatechuic acid, 487, 488, 


503. 
Protoplasm, 287, ak 292. 
Prussian-blue test 
Prussic acid. See Кран асїа. 
Рвсновв, 570. 
Рзеціо-асійз, 450—452, 544, 566. 
-bases. See co 


r-bases. 


490, 


-ionene, 179. 
-nitroles, 94. 
-racemic mixed crystals, 249, 250. 
-uric acid, 374. 
Ptomaines, 196, 339. 
Pulegone, 529, 530. ` 
Purine, 374, 3°76. 


Pee 378. 
o-, 378. 
аі Purple of the ancients,” 599. 
Purpurin, 568. 
Putrescine. See tetramethylene- 
diamine. 


Pyknometer, 32. 
Pyrazole, 330, 382, 587-589. 
Pyrazoline, 588, 589. 
Pyrazolone, 451, 589. 
Pyridine, 263, 276, 312, 381, 399, 400, 
S 2-578, 591, 600, п d 607. 
xylic * acids, 57 1,9 
{есущ 572. 
-sulphonic acid, 572. 
-tricarboxylic acid, аВү-, 609 
ко со от pyrocatechol. See 
-gallic acid. See pyrogallol. 
-gallol, 467, 488. 
"ellitic acid, 499. 
anhydride, 499. 
-mucic acid, 580—582. 
rect acid, 226, 240, 272, 305, 


-tartaric acid, 240. 

Pyrone derivatives, 316-319, 497. 
Pyrrole, 382, 573, 582-584, 595. 

-carboxylic acid, 2-, 584. 

-red, 583. 


Qualitative analysis, 3-5. 

Quantitative analysis, 5-11. 

Quaternary ammonium bases, 86, 87, 
420. 


arsonium bases, 97. 

carbon atoms, 47. 

phosphonium bases, 96. 
Quick ро е for vinegar, 109. 
Quina-red 
Quinhydrone, 473. 
Quinic acid, 608. 
Quinine 459, 492, 601, 602, 608, 609. 
Quinitol, 523 


Quinol, 466, 467, 478, 479, 548. 
Quinoline, 276, 382, 400, 526, 572, 
573, 578, 590-593, 600, 609, 610. 
dichroma te, 590. 
180-, 593, 600, 607. 
€ hate, iso-, 593. 
honic acids, 592. 
Quinoli nic acid, 578, 591. 
Quinone. See benzoquinone. 
di-imide, 479. 
Quinones, 473, 474, 563-566. 
0-, 473. 
Quinonoid forms, 472, 543, 544. 
ошо. acid, 608 
Quinovic acid, 608 


Quinovin, 608. 
Quinoxalines, 479. 


R. 


Racemic acid. See tartaric acid, r-. 
substances, 230, 243. 
Resolution of, 246-252. 
Racemisation, 327, 328. 
Racemoids, 249. 
Raffinose, 294, 295. 
Raphides, 200 
Reactions а. 88, 125, 126. 
Reversible, 122, 138. 
Unimolecular, 126. 
Reagent, Scurrr's, 142. 
Reduction-products, Chemical or sec- 
ondary, 423. 
Electrolytic or primary, 423. 
Reflux-condenser, 20. 
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305, 452, 495, 538, 561, 


Atomic, 495. 
Index of, 34. 
Molecular, 35, 43, 158, 164, 172, 
388, 395, 452, 496, 538, 561, 562. 
Refractive power. refraction. 
REIMER’S synthesis, 500, 501. 
REMBEN, 485. 
Rennet, 334. 
Reseda luteola. See dyer’s weld. 
Residual affinity, 394. 
Resinification, 139, 140. 
Resorcin. See resorcinol. 
-yellow, 483. 
Resorcinol, 461, 466, 467, 473, 483, 
496, 581 


- -phthalein. See fluorescein. 
Reversible reactions, 122, 138. 
Rhodium, Catalytic action of, 109. 
Rice-starch, 297. 

Ricinus communis, 114. 

Rigor mortis, 334. 

Ring oe See cyclic com- 


Refraction, 34 35, 113, 149, 157, 158, 
сла 


pounds. 
Rosrnson, 610. 
* Rodinal," 477. 
RoMBURGH, VAN, 395. 
RoozEBoomM, Влкнотз, 249. 
: Rosaniline, 546, 547, 548. 
Rosanilines, 542-548. 
Rose, 490. 
ROSENHEMM, 334. 
Rosolic acid, 547, 548. 
Rotation of plane of polarization, 33, 
34, 65. 
Rotatory power, Specific, 34. 
Ruberythric acid, 566. 
Rum, 58. 


S 


SABATIER, 36, 152, 521-523. 
Saccharates, 265, 287. 
Saccharic acid, d-, 271, 280. 


1so-, 303. 
Saccharides. See sugars. 
Saccharification, 57. 
" Saccharin," 485. 
Saccharose. See sucrose. 
SAINT GiLES, PÉAN px, 122. 
Salicin, 486. 
Salicylaldehyde, 500. 
Salicylic acid, 486, 487, 489, 509, 510, 
584, 589. 


Saligenin, 486. 


INDEX 


“Salipyrine)’ 589. 

Salmine, 334) 32. 

* Salol," 487. 

“Salt of sorrel,” 201. 

саваш: 114, 115, 332, 336, 


“Salvarsan,” 478. 
SANDMEYER, 429. 
Saponification, 125—127, 210, 211. 
of fats, 113, 114, 126. 
Sapropropelium, 40. 
Sarcolactic acid, 230. 
Sarcosine. See methylglycine. 
Saturated hydrocarbons, CaH. +3, 
36-50, 99, 149, 181, 187, 387. See 


Sawdust, i 

Scatole, 339, 341, sos. 
j, 

ScHIFF'8 reagent, 142, 259, 286. 

Schizomycetes, 290. 

Schizosaccharomyces octosporus, 291. 

ScHORLEMMER, 73. 

Sclero-proteins, 334, 336, 337. 

ScHMIDT, 480. 

SCHDTAENDENOER, 339-341. 

SCHWEITZER'8 reagent, 300, 302. 

Scutching, 300. 

Sebacic acid, 199. 

Secondary alcohols, 54, 62, 64, 125, 

130-133, 135, 148. 

amines, 86, 87, 89, 90, 103. 

arsines, 97. 

carbon atoms, 47. 

compounds, 54. 

nitro-compounds, 94. 

phosphines, 97. 

reduction-products, 423. 

Selenium compounds, 84. 
Semi-carbazide, 365, 366. 

-саг nes, 366. 
Semidine-transformation, 422. 
SENDERENS, 36, 79, 151, 521-523. 
SENIER, 191, 352, 358. 

SENTER, 326. 

Separating-funnel, 28. 

Separation of amines, 89. 
immiscible liquids, 28-30. 
solids and liquids, 30. 

from one another, 30, 31. 

Sericin, 337. 

юетзсоїп, 344. 

Serine, 340. 

SERTURNER, 606. 

Serum-albumin, 332, 334. 

-globulin, 334. 

Sherry, 58. 

Side-chain, 49, 396. 

Silicanes, 99. 

Silicoheptane, 99. 


INDEX 


Silicon alkides. See silicanes. 
atoms, Asymmetric, 250. 
Chemt 98. 
tetraethi 

Silk, те 302. 


-gum sertcin. 
SILVA, 191. 


Silver сае 106, 187, 188. 
acetylene, 1 
cyanamide, 356. 
cyanate, 353. 
cyanide, 348, 594. 
cyanurate, 357, 358. 
formate, 108. 
fulminate, 356. 
levulate, 277. 
-mirror-test, 141. 
picrate, 464. 
thiocyanate, 354. 
Simpson, 182. 
SKRAUP, 590, 592, 609. 
ia tae: sickneas. See (rypanosomia- 


Smokeless powder, 302. 
Soap, Green, 114. 
Hard, 114. 
ы 114. 
Sodium-, 114. 


Sodamide, 257, 557. 

Sodio-acetylacetone, 311. 
-n-amylacetylene, 257. 
-dinitroethane, 451, 452. 
-nitro-ethane, 93. 

-propane, Secondary, 93. 
-phenyl-nitromethane, 450. 

~sonitromethane, 450. 

Sodium acetate, 112, 264, 456, 503. 
acetylene, 175. 
alkides, 100. 
ammonium racemate, 247, 249. 

d-tartrate, 247, 248. 

L-tartrate, 247, 248. 
anthraquinonesulphonate, 567. 
benzoate, 435, 437 
cyanamide, 350 
cyanide, 350. 
diazobenzenesulphonate, 423. 
theoxide, 69, 70, 93, 182, 187, 205, 

206, 256, 257, 307, 325, 376, 453, 

460, 469. 
formate, 200. 
hydrogen urate, 374. 
methide, 100. 
methoxide, 69, 70, 77, 93, 105, 316, 

405, 459, 460. 
-nitroprusside-test, 5. 
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Sodium oxalate, 200. 
-p-acetylaminophenylarsinate. 
arsacelin. 
-aminophenylarsinate. See atozyl. 
-nitrophenoxide, 471, 472. 
phenoxide, 410, 412, "486, 489, 584. 
phenyl-carbonate, 486. 
-hydrazinesulphonate, 433. 
-salicylate, 487. 
propiolate, 175. 
salicylate, 487. 
stearate, 105. 
succinate, 585. 
sulphanilate, 476. 
Soluble бы fibri See ; 
uble myogen-fibrin. myosin, 
Soluble. 
Solvents, Cryoscopic, 14, 15, 16 
Ebullioscopic, 16. 
Extraction with, 28. 
Soporifics, 146, 147, 258, 200, 441. 
Sorbitol, d-, 271, 468. 
Sor bose-bacteria, 266. 
Spacial isomerism. бее зѓетеоізотет- 


ism. 
Specific gravity, Determinatoin of, 
32, 33. 


rotatory power, 34. 
Spent lees, 58. 

wash, 58, 350. 
Spermaceti, 69. 
Spirits, 58. 

of a pot 
Sank 
Stare 8, 770, 273, 282, 296-299, - 


Manufacture of, 299. 
STARCK’s h thesis, 328, 329. 
Steam-distillation, 26—28. 
кше оо 16, 107, 113, 114, 173, 


Structure of, 173. 
* Stearine," 114. 
candles, 114. 
Stearolic acid, 175. 
San, alcohol, 105. 
reochemical i isomerisn. See stereo- 


an 
eee of the monoses, 278- 


Stereoisomerism 66, 67, 68, 211-217, 
223-225, 230-232, 235-239, 278- 
rie 326-329, 346, 443-445, 456, 

of nitrogen, 443-445. 
VAN 'Т Horr’s theory of, 66-69. 

Stilbene, 550, 570. 

STOLL, 584. 

Storax, 455. 
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Strain-theory, vou BaAEYvER's, 157, 


320. 
Strength of acids, 117, 118. 
Strong hydrolysis, 306. 
Structural or constitutional formula, 


46, 53. 
вагах of the paraffins, m 
Sey mne, 248, 492, 601, 602, 609, 

610. 

i-mannonate, 276. 
Strychnos nux vomica, 609. 
Sturine, 334. 
Styphnic acid, 466. 
Styrene, 455. 
Suberanecarboxylic acid, 386, 387. 
Suberic acid, 199. 
Suberone, 386, 387, 605. 
Substitution 37, 231. 
Succindialde yde, 255, 583. 


Oxime of, 583 
Succinic acid, 29, 30, 57, 199, 206, 
2 208, 209, 212, 217, 232, 234, 
аа 208. 
Succinimide, 209 
раа See ethylene cyanide. 
Sucrose, 33, 112, 200, 229, 252, 269, 


270, 284-289 290, 291, 295, 581. 
Manufacture of, 287, 2 
Quantitative Sarath ‘of , 288, 

9 


Velocity of inversion of, 289. 
Sugar-beet, 268, 269, 284, 287, 288 
323, 602. 
-cane, 284. 
Cane-. See sucrose. 
of lead. See lead acetate. 
Sugars, 261-302, 324, 331, 334, 338, 


Sulphaminobenzoic acid, 485. 
Sulphanilic acid, 473, 476, 477. 
Sulphinic acids, ' Alkyl- , 83. 
Sulphite-method, 300, 301. 
Sulpho-benzenediazonium 
p-, 483. 
-benzoic acid, m-, 485. 
485 


0-, : 
acids, 485. 

-cyanic ‘acid. See thiocyanic acid. 
-pyromucic acid, 582. 

Sulphonal, 146, 147. 

Sulphonamides, 409. 

Sulphones, 83, 84. 

Sulphonic acids, 83, 408, 409, 461, 
462, 464, 476, 485. 

Sulphonium halides, 82. 
hydroxides, 82. 


chloride, 


INDEX 


Sulphonium iodides, 82 

Sulphony! chlorides, Alkyl-, 83. 
Aromatic, 408, 409. 

Sulphoxides, 83. 

Sulphur, Estimation of, 8. 

Supertension, 380. 

Suprarenine. See adrenaline. 

Symmetrical compounds, 396. 

Syntonins. See meta-proteins. 


T. 


TAFEL, 377, 379. 

Tanacetone. See thujone. 

Tannic acids. See tannins. 

ae 296, 333, 337, 491-493, 600, 


Tanning, 493. 
Tannins, 491-493. 
TANRET, 271, 272. 
Tar, 399, 400, 403, 409, 552, 562, 572, 
585, 590, 593, 595 
Wood-, 56. 
“‘Tartar-emetic,’’ 240. 
Tartaric acid, a 235-239, 240-242, 
243, 246, 248, 272, 294, 305. 
l-, 235-239, 242, 246, 248, 204. 
Meso-, 235-237, 239, 242, 243, 
244, 245, 281. 
r-, 285-231, 239, 242, 243, 244, 


acids, 235-246, 293. 
Tartronic acid, 190, 234. 
Tautomerism, 310-316, 346, 470-472, 
495, 566, 579, 588, 593, 598. 
Tea, 375, 488, 492, 601. 
Tellurium compounds, 84 
Terephthalic acid, 389, d 
Terminal carbon atoms, 47. 
Terpenes, 386, 403, 520, 525-535, 538, 


539. 

Terpin, 526-529, 530, 531. 
hydrate, 526, 527, 529. 

Terpineol, 529, 530, 531, 535. 

Terpinolene, 530, 531. 

Tertiary alcohols, 54, 62, 122, 125, 

135, 148. 
amines, 86, 87, 89, 90, 103, 601. 
arsines, 97. 
carbon atoms, 47. 
compounds, 54. 
nitro-compounds, 94. 
phosphines, 97. 

Tervalency of cargon, 549. 

Test, BEILSTEIN’s, 5. 
Carbylamine-, 90, 102, 103, 415. 
Copper-oxide-, 4 
Iodoform, 61, 184. 

AIGNE'8, 4 - 


INDEX. 639 
Test, Lime-water-, 4. Tetra-ethyl-ammonium hydroxide,91. 
Prussian-blue-, 4. disodioethanetetracarboxylate, 
Silver-mirror-, 141. 553. 
Soda-lime-, 4 hydronaphthalenetetracarbox- 
Sodium-nitroprusside-, 5. ylate, 553. 
Test for absolute alcohol, 59. methane, 99. 


acetates, Cacodyl-, 98, 112. 
Ferric-chloride, 111, 112. 

amines, N itrous-acid-, 89. 

anthraquinone, 565. 

blood, 338. 

cellulose, 300. 

cyclo-hexanone, 524. 

dextrose, 271. 

double bonds, von 
149. 

шшен 415, 416. 

glycerol, 191. 

hexoses, 277. 

identity of substances, 31. 

ketoses, 275. 

lignin, 299, 301. 

nitric acid, i16, 417. 

nitro-compounds, Nitrous-acid-, 


BAEYER’S, 


94. 
nitrous acid, 479, 483. 
pentoses, 270. 
phenols, 411. 
phthalic acid, 496. 
anhydride, 496. 
primary amines, HoFMANN'S, 90, 
I02, 103, 415. 
pyrrole, 582, 583. 
resorcinol, 496. 


, 240. 

Tests for aldehydes, 141, 142. 
amines, 89, 90, roa, 103, 415. 
aniline, 415, 416. , 

ethyl alcohol 61, 184, 437. 
xyl-group, 51, 52, 119, 120. 
о, 262, 263. 
primary, secondary, and tertiary 
alcohols, 
proteins, 333. 
- tautomeric forms, 313-315. 
Tetra-acetylenedicarboxylic acid, 218. 
-alkylammonium iodides, Velocity 
of formation of, 88. 
anisylhydrazine, $ 543, 550. 
-bromo-ethane, 563. 
-fluorescein, 496. 
-methane. See carbon tetrabro- 


mide. 
-chloro-ethane, 185, 186. 
-ethylene, 183, 185. 
-methane. See carbon tetrachlo- 
ride 


-decane, 42. 


orthocarbonate, 368. 
-hydro-benzene, 522. 
-pyrrole, 602, 605. 
-carboxylic acid. See 
-hydroxyflavone, 1 : 3 : 2' : КА 


morin 

1:3:37: 4's. See luteolin. 
-methyl-ammonium hydroxide, 91. 

-butane, 2 : 2: '8 : 3’-, 50. 

-diamino-benzophenone, 419. 

-triphenyl-carbinol, 543. 
-methane, 543. 

-succinic acid, 221. 

-uric acid, 377. 

-methylene. See bulane, cyclo-. 

bromide, 384. 

-diamine, 196, 325. 
-nitrophenol, 2:3: 4: 6, 466. 
-(p-dimethylamino)-tetraphenyihy- 

drazine, 550 
-peptides, 343. 
-phenylhydrazine, 549 
Tetrolic acid, 175. 
Tetronal, 147. 
Tetroses, 295. 
Theine. See caffeine. 
Theobromine, 374-376, 600, 602. 
Theory of stereoisomerism, VAN 'T 
Horr's, 66-68. 
Thermometers, Abbreviated, 32. 
THIELE, 31, 164, 393, 304, 395, 


5 
Thiénylmethylketone, 2-. 


тинте, acid, 354, 355. 
esters, 355. 

180-, 355, 361. 
-ethers, 2, : 
ШЫ, 599. 
-methylene, 355. 
-phenol, 397, 409. 
-tolen, : 

-urea, 367, 368. 
Thiophen, 382, 585—587. 
-carboxylic : acid, 2-, 587. 


Dimethyl. See thtoxen. 

mercury oxyacetate, 585. 

Methy see thiotolen. 

iphone acid, 587. 
Thioxen, 585, 586. 
THORPE, 537. | 
Thuione, 538. 


proline. 
See 


See aceto- 
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Thymol, 411, 526. 
TICELE, 317. 
Tiglic acid, 170. 
Tin atoms, Asymmetric, 250. 
ethide, 100. 
T. N. T. See trintirctoluene, Sym- 
metrical. 
Toadstool, 303. 
Tobacco, 602. 
Tolan, 550. 
T oluene, 389, 399, 400, 401, 402, 407, 
411, 434, 448-450, 460, 485, 512, 
585. 


-&ulphonamide, o-, 485. 
-sulphonic acid, m-, 515. 
o-, 5 


p, 515. . 
-sulphonyl chloride, o-, 485. 


p-, 485. 
Toluic acid, 438, 452. 
Toluidine, m-, 512. 
0-, 416, 512, 540. 
P» 16, 416, 512, 546, 576, 584. 
ydrochlorid е, р-, 418. 
Train-oil, 40. 
Triacetoneamine, 146. 
Trialkyl-phosphines, 96. 
-phosphine oxides, 97. 
Triamino-azobenzene, 482. 
-benzenes, 478. 
-triphenyl-carbinol, 516. 
iamylene, 152. 
Trianisylcarbinol, 544. 
Tribasic acids, 218-220, 252, 253, 
409 


TRIBE. See GLADSTONE. 
Tribenzoyladrenaline, 503. 
Tribenzylamine, 454. 
Tribromo-aniline, 2 : 4 : €-, 414, 475. 

-hydrin, 169, 185, 191, 219. 

-phenol, 2: 4: 6-, 411, 462. | 

-resorcinol, 2:4: '6-, 466. | 
Tricalcium saccharate, 287. 
"Tricarballylic acid, 219, 220. | 
Trichloro-acetal, 258, 259. | 

-acetaldehyde. See chloral. 

-acetic acid, 125, 222, 223, 259. | 
ethylene, 185, 186. 


phenol 46 462. 

-purine, 45 6 : &-, 376. 
Tricosane, 4 
Tridi Я, 548. 
Triethyl-amine, 88 

-arsine, 9 

citrate, 249. 

-methane, 99. 

phos пеша 97. 


88, от. 


INDEX 


Triethyl pyrasoletricarboxylate, 587. 
nous etricarboxylate, 58 
alogenbenzenes, 1 : 2: 4-, 458. 
Taha alcohols, 190-193. 
phenols, 467-472. 
Trihydroxy-acids, 488. 
santhraquinone, 5:6: 8. See pur- 
punn 
-glutaric acid, ' 209, 274, 279, 280. 
Triketohexamethylene. See phloro- 
glucinol. 
Trimethyl-acetic acid, 221. 
-acetyl chloride, 189. 
-amine, 86, 90, 91, 143, 168, 196, 
323, 384, 392. 
-carbinol, 53, 63, 125, 135. 
-ethylene, 163 
-glycine, 323. 
-oxonium iodide, 318. 
-phloroglucinol, 472. 
-phosphine oxide, 97. 
-pyridines. See collidines. 
-succinic acid, 536. 
Trimethylene. 'See propane, cyclo-. 
bromide, 186, 187, 196, 383, 498. 
cyanide, 196. 
iamine, 196. 
-glycol, 187. 
iacetate, 187. 
Trinitro-aniline, 2:4: 6. See mc- 
ramide. 
"nene Symmetrical, 460, 512, 


шуу 461. 
ulose, 301, 302. 
nies 301. 
-phenol, 2:4: 6-. See picric acid. 
-phenylnitroamine, 419. 
-toluene, symmetrical, 460. 
Trional, 147. 
Trioses, 261, 266, 291. 
Tripeptides, 343. 
Triphenyl-amine, 413, 416, 417. 
-chloromethane, 548. 
-methane, 419, 440, 496, 543. 
dyes. rosanilines. 
methyl, 548, 549. 
iodide, 548. 


peroxide, 

-rosaniline hydrochloride. See ani- 
ue. 

Tristearin, 192, 344. 

Trithio-carbonic acid, 361. 

-methylene, 355. 

TRoosTwYKk, PAETSs VAN, 1886. | 

Tropic acid, 453, 604 | | 

Tropidine, 605. 

Tropine, 604, 605. | 


_ Tri-iodophenol, 5 


+ 


